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 The_ Isotopic Exchange Between Some Organomemuaric Compounds and Metallic MHercury i
" Labeiled by Hg?0? R o "

topic exchange does not proceed over a gtate of equilibrium, but
the metallic mercury directly reacts with the .organomercuric Re-HgX
salt. Although the reaction probably is homolytic, it hardly pro=
ceeds over the stage of the fofmation of free radicalse. The main- -
tenance of the stereochemical configuration at the carbon atom
which is connected with the mercury atom al® speaks against the - :
formation of free radicals. There. are 1 table, and 4 references, -
3 of which are Slavic. ' ’
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PHASE ‘I BOOK EXPLOITATION 858

- Reutov, Oleg Aleksandrovich, Professor
Novyye sinteticheskiye materialy (New Synthetic Materials) Moscov, Tzd-vo = -
- - "znaniye", 1958. 29 p- (series: \sesoyuznoye obshchestvo po raspros_traneniyu g
politicheskikh 1 nsuchnyih znanly. Seriya IV, 1958, No. 13) . 86,000 copies .
printed.' : . ) o e . ) .

‘gponsoring Agency: . Vse soyuznoye cbshchestvo PO rasprostraneniys politichekskikh i L
pauchnykh znaaly- ' S R : -

'gd.: Paynboym, I.B.3 fech. Bd.: Trofimova, AV
. pURPOSE:  This popular booklet is for the general reader.

COVERAGE: ‘his pamphlet informs the reader on the new synthetic materials which e
. play an mporumt role in industry, technology, and in everydsy 1ife. Three CE
main types of synthetics are discusseds rubber, plastics, and synthetic fibers. . -

The basic characteristics of these materials are described as well 88 tne fields
_ of thelr application. : ' o ; ' R
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- New Synthetlc Materials 858

© TABIE OF CONTENTS:
Synthetic rubber (sK) RS
Synthetic Resins v 8

_ Vinyl plastics . S : S o S 7 12 -

" Acrylic plastics (plexiglass OT organic gla.ss) S . 15
Polyester resins , o L - : ‘ .16
Penton--a ‘cliloropolyester 19 :
Polyamide resins (polya.mides) 20 o
Polyethylene (polythene) ’ 23
Fluoroplastics - L o 25  o

- gilicon organic polymers 28
"grafted" polymers ’ E - 29

- AVAILABLE: Library of Co'ngre'vsrs ™/wal ‘ . 29
' . R 12-11-58"
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s(3) f PHASE I BOOK EXPLOITATION sov /2917

: M‘f"ﬁ Aleksandrovich, Corresponding Hember, USSR Academy of Sciences
o Organiéheskiy'sintez i yego perSpektivy (organic Syht;hesis and Prospects .
§ © . for Its Develojment) ‘Mcscow,fGostekmzdat , 1958. 95 P C
o (series: Nauchno- popul arne _hiblioteka)"jO0,000,cqpieB rinted.

AP, Kolcsnik'ova.’ .

t is intended for students and persohs
gy of organic 5ynthesis.‘ :

'Ed.: $.A. Shorygin; Tech. E(f.:

‘pURPOSE:  This popular science bookle
{nterested in the chemistry and technolo
. COVERAGE: - This booklet explains the basic vprinciples-of'organic ‘chenistry- and
_orgenic gynthesise. Major products of synthesis are 1isted and the importance
of carbon as the pasic element ‘of mumerous. chemical products is emphasized. s
Products obtained from coal petroleun are aiscussed, and the role of nstural
gas and refinery & | the prod ‘of synthetic nsterial'isrgxplained. The =
production of synthetic . resins , plastics, ‘and drugs is briefly out= .
“1ined. ' rievs . _of Russien ch sts such as AM.
Butlerov, N.N. ’ : ’ Kucherov. In conclusion ne notes -
the progress made in the field of synthetic material production, and points to. R
further achievements. No references are given. ' e
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urganic Synthesis and Prospects {(Cont.) SovV/2917
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AVAILABLE: Library of Congress (QD262.Rué)
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APCHUN, G, H., U Yan-Tsey, SMOLIHA, T, A, and HHOL', P., (dMoseow State

Univorsity iv. M. V. Lomonosov)

"The Use of Radiomectivey Mercury Hg for Studying thée Exchange Reactlons at a Carbnn
Atom." N

) Isotopes and Radiation 1n ‘hemistry, Collec tion of papers of
" Z2nd All-Union Sci. Tech. Conf. on Use of Radioactive and Stable Isotopes and
Radiation ‘in Netiousl Economy and Science, Moscow, Izd~vo AN -SSSR,1958, "80pp.w

This voiume r.ubllshed the report.s of the Chemisr,ry Se;tian of the ' ..
cnd AU Sei Tech Cont on Use of Radioactive and Stable Isotopes and Radiafion
in Science and the National Economy, sponsored ty Acad Sci USSR and Main
Admin for Utilization of Atomic Energy under Council of Mminsters {IS5R -
Moscow 4-12 Apr 1957. ‘
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V(in which case E - is an n-velent element and E - its radio-"
active,isotope).'These»reactions are the most simple models for

" well as some non-metals); they are the basis of one of the most:

“an n-valent metal and E 2 an m-valent metal);,Néturally;;thé];;*

Ty

P6-00513R001444710019-0

Karpov, T Pes Smolina, T. A.

__Reutoy, 0.4, Ptitsyna,vo.‘A., ' sov/156-53f1_27/46 

‘On the Reaction of the Isotope Exchange,Betﬁeen Pri-Aryl- S
Stibines and Radioactive Antimony sh124(0 reaktsii izotdpnbggg}; :

obmena mezhdu triarilstibinani i radioaktivnoy sur'noy su1?2

Nauéhnyye doklady vyashey shkoly, Khimiya i khimicheskaya

tokhnologiya, 1958, Nr 1, PP- 115 - 116 (USSR)

The authors receﬁtly jnvestigated the.reactions'of,the:type

- . s
AT E + BE&= ATpH + B (I)

reactions: between metalorganic compounds and free metals»(as

important'methods’of'synthesis'Qf theimetalqrganicvcompqunds_
(Ref 1): mar Me + nE —> nAr_ + mme.(II)(in‘which'case,Eg -iis

rules which were determined with the exchange-reactions of the’
type (I) may be of'bonsiderable'importance for the further = .-

‘development of the method of synthesis according_tb'schege'(;I){ﬂ

CIA-RDP86-00513R001444710019-0"
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On the Heaction of the Isotope Exchange Between Pri- SOV/156-58-1—27/461 _
Aryl-Stibines and Radioactive Antimony 8b'€ S T CrEh

: ] . » : * : : R
The exchange reaction ArBSb + Sb;;jZArBSb + Sb referred to' :

in the title, takes place under rather severe conditions. Only
when boiling a tetralin solution of,triphenyl-stibiné (at 207°) .
© with a radioactive antimony powder, a 17% exchange took~p1gceft’"
‘within 5 hours. The petroleun fraction with a boiling bemper-. -,
ature of from 190 to 200° was used as indifferent solvent in Ciin
firther testse. Tri-p-tolyl stibine was used as testvnaterial;Q"”
Considerable divergences. were observed in spite of several .
parallel tests: the equilibrium vas established once at'af15%;
once at a.39% and another tine .2t an 80% exchange: Since the:
- surface area of the metallic'antimony forms one of the most .
important factors of the exchange ,'These'diverging results i .
dicate that this surface is in any way changed .in the. course . -
of the reaction. Apparently, a‘recrysfallization'Of the antimony -
powder takes place during its heating in petroleun at from. i
190 to 200% which is ended within approximately 30 hours. The
estimation of surface area of a nreprepared" and a not re- .
prepared’radioactiVe antimony powder shows 1544 nl/g and 6,9

Card 2/3 ' m2/g_reSpéctively, The'interaction of the "reprepared" radio-

APPROVED FOR RELEASE: 06/20/2000
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On the Reaction of the Isotope Exchange Between Tri- SOV/156-58-1-27/46
Aryl-Stibines and Radioactive Antimony sb124 o : v

. active antimony with'tri-p-tblyl stibine in parallel tests 19&& 
. to a conforming equilibrium exchange (15 to 163%) within 80 to:
100 hours, There are 3 references, 2 of which are Soviet.

ASSOCTATION: - Kafedra organicheskoy'khimii'moskovskogo_gosudarstvenndgo.gniYé£+
siteta im.M.V.Lomonosova (Chair of Organic Chemistry at the
Hoscow State University imeni M.V.Lomonosov) " - T

'SUBMITTED:  October 26, 1957
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. AUTFORS: . Beutau, O—d=
—— o W Ymg -ch'i . Bubnov, Tu. N

Isotopic Exchange of'Sevérai
Mercury Haloid Labelled by H
rtutnoorganicheskikh soley s

PITLE:

Nauchnyye :doklady vysshey

' PERIODICAL:
: « tekhnologiya,

ABSTRACT:

Smolina, T. A,

g203(Izotopnyy obmen nekotorykhJi

shkoly.
1958, Nr 2, pp. 324 - 327

In continuation of prévious'papers—the authors‘invéstigated,ff
the interaction between the mercury ' :
and: o-mercury promo-cyclohexane,

I s

sov/156-58-2-30/48

Organomercury Salts and ]

mechennoy Hg

galoidnoy rtut'yu, ij)xf

Khimiya i khimicheskaya
(USSR)

mentioned in the title
the ethyl- and 1-methyl-

ether of the a-mercury bromo-phenyl acetic acid, 3-mercury

bromo-camphor, 3-benzyl-3-mercury bromo camphor,
‘D-_mercury
The organomercury salts which are
1-mercury chloro—camphenylcn) oxo-compounds,

chlorq-camphenylon,
mercury bromide.

mild conditions with mercury

{-mereury il
and n.butyl=" o
(except -

bromo camphane,

“preact under .

haloid. From the results;(Tabld}1)',,ﬁ

appearS'that the reactivity of the investigated prganOmQrcuxy' T

Cardr1/3 ] order (scheme given)° 1

T S

APPROVED FOR RELEASE: 06/20/2000

salts is reduced with respect to mercury
-mercury bromogcamphenylon,_

haloid in a certain ' .
2-mercury -
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Isotopic Exchange of Several OrP urJ Salts and SOV/156-58—2—50/48vf '
Mercury Haloid Lavelled by Hg 203 - : ‘ SRR

Card 2/3

atom and thus weaken the 0——Hg bond. The influence of acids:

bromo camphane, and n.butyl-mercury bromide do not enter

into the reaction of the isotopic exchange under these:

conditions. When the authors compared the results obtained - S

by the reactions in benzene and dioxane to those in acetone',f e
they found that admixtures are contained in-acetone which = .
are not removed in the case of a normal dehydratlon. They are - .
assumed to be responsible for the considerable fluctuations -
of the rate of reaction observed in acetone. The authors
were able to prove that the reaction of the isotopic.exchange:
is considerably accelerated by acids as well as by bases..It = s
is . possible that the bases lead to a solvation of -the mercury" R

is probably specific only for the cases of the a-mercurized -
oxo-compounds., The hydrogen of the acid probably influences" S
the .oxygen of the carbonyl group. This weakerp the C—Hg bond. = ..
Apparently the isotepic exchange in question is a bimolecular‘_f,,
reaction of the electrophilic substitution at the saturated

carbon. ztom (S 2) Further investigations in this respect - -
are necessary. An experimental part follows. There are 1 tablel'“

APPROVED FOR RELEASE: 06/20/2000 CIA-RDP86-00513R001444710019-0"



"APPROVED FOR RELEASE: ‘96/&20/2

b i aeas

- Isctopice Exchange of Several 0
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 ASSOCIATION:

of the Moscow St
SUBMITTED:
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- and 1Creference,f* E

i‘ganomercui'y- Salts and
o5 - > Co

October 28, 1957 "‘

- -00513R001444710019-0

| 'sov/156-58-243°/45f?1{t

g0 gosudarstvennogo s
- of Organic chemiStry."r*w
-V,Lomonosov) o R
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AUTHORS: _Reutov, 0.A. and Lovtsova,A.H. S0V/55-58=3-23/30
TITLE: The Arylation of the Trichlorides of Diarvlantimony by Salts

of the Diaryliodonium (Arilirovaniye " treknkhloristoy diaril-
sur'my. solyami diariliodoniya) :

PERIODICAL:  Vestnik Moskovskogo universiteta,Seriys matematiki, mekbhanixi,
astronomii, fizlkl, xadztt . 1958,Nr 3,pp 191-196 (USSR)

ABSTRACT: The cleavage of the binary iodonium salts of the trichlorids
: of diarylantimony and of the mixtures of .diaryliodonium
chloride and diarylantimony«trichloride by zinc powder in
. acetone was investigated. It was stated that triaryle anti-
monous organic,combinations arise thereby. - o
There are 1 table , and 7 references, 3 of which are Soviety:
o 3 American, and 1 German. - ] :
“ASSOCIATION: Kafedra organicheskoy khimii (Chair of Organic.Chemistry)
SUBMITTED: June 17, 1957 '

~card 1/1
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REUTOV, Zleg A., PTIZYEA, Qlga A., and ERTEL, Gunter  (all of Hoscaw)

"jeue Darstellungsmetiiode intimonorganischer YVerbindunren,"
R ) . 3 03 s fad B - R R
Chemiscne Technilk, Nod L, Apr 1958.
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o S0V/156-58-4-36/4
AUTHORS: Reutov, 0. h., Belstskaya, I. P., Frifppenko, L. R.~ S

" TITLE: The Symmetrizution of Mercury~0rgunic Salts by Means of‘Di; 7;iv
: : phenyl Mercury (Simmetrizatsiya rtutnoorganicheskikh spley,s‘f -
pomoshchlyu difenilrtuti) ' i

PERIODICAL: Naucknyye doklady vysshey shkoly. Khimiye i khimicheskaya . -
' ~ sekhnologiya, 1958, Nr 4, pp 754-756 (USSR) S

ABSTRACT: In the interaction of mercury-organic salts with mercury di-
: phenyl, symmetric mercury-organic compounds are formed in. -
great yield. The following mercury-organic salts were prepared:
acetcnyl-mercury chloride, ethyl éster-of‘the'd-bromo,mercqryjfj
phenyl acetic acid, ethyl esﬁ:ei‘ of ‘the nwbromcea~bromo mer’cur"y'. :
phenyl acetic acid, 3._bromo-mercury-3-benzyl camphor and trans-.
chlero~vinyl-mercury chlorideo The mechanism of the symmetri- .
zation of the mercury=organic salts proceeds according to théfj

fcllewing scheme: ' ‘ - S g
23.,1 R, RscHgX:—’,(R1 R, R30)2Hg + ngz,
| o Hek, + (CgHs) He — 20gHsHgX. SR L
Cape==22 . There ars 1 %table and 5 references, 4 of which are Soviet. =

APPROVED FOR RELEASE: 06/20/2000 CIA-RDP86-00513R001444710019-0"
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5(3) : , : -
'VAVUTHCR& Reutov, 0.A., Lu Chin-chu © sov/55-58-5-11/34

, ) Bun¢e1!,szT§? , :
TITLEs Syntheui,- of Sone Opticalrly Active Mercury-Organi- Cmpo'und-l e
: ' of the Terpene Series (Sintez nekotorykh opticheski aktivaykn =
rtutnoorgapicholkikh;loyed.ininiy.-ryldpk _terpsnov) o

PERIODICALs  Vestnik Monskovakogo universitets,Seriys matematiki  gekhandid , as-
| | fromomii, fiziki, khimi11958,5F 5,pp 111 - e (ussef

- ABSTRACT:s Yercursted derivatives of camphane and of menthane of the_i'ty')'o
R HgX and ,Rzﬁcvnr. synthetically »ptoduccd,_\'hero_n" denotes’ :j’r"’i'f::i

bornyl, isobormyl or {-menthyl. Diastereomers of _2-ﬂch].rqz'-io‘x‘-¢‘i':i-ﬂ'
¢ were obtaimed in pure. state which: differ from each .
the -cenfiguration in the secomd carbon stom. The .

main properties, psrticularly the crystallograpkic ones are PR
given'."'Th:"lpﬁi.‘*htt the present paper were the investigations -
of A.N. Nesmeyanov. The‘method“of I1.A. Kondskw"'andI.AﬁShipdgl',.-

mayzer [Ref 5] was used.
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SR

“AUTHCR : Reub oWy Qe ResEE st ‘ . s0v/ 62-58~6-5/37
TITLE: The Investigation of Electrophile and Homolytic Reasctions of i

Gubstitution in the Carben Atom by the Method of Isotope -
Exchange (Issledovaniye slektrofil‘nykh 1 gomoliticheskikh
reaktsiy zameshcheniya u atoma ugleroda metodom izotopnoge
obmena) Lecture Delivered at the General Meeting of the N
Department of Chemical Sciences AS USSR,on December 19, 1957 .
(Doklad na obshchem sobranii otdeleniysa khimicheskikh nauk’
Akademii nauk SSSR 19¥ dekabrya 1957 g.) :

PERIODICAL:  Izvestiya Akademii nauk SSSR, otdeleniye khimicheskikh nauk,
- ’ 1958, Nr 6, pp. 684-692 (U8SR)- L :

. ABSTRACT:  In the course of the investigation of the mechsnism of the
' ciectrophile and homolytic reactions of gubstitutions in - oo
_gpturated carbon atoms (shown by the example of mercurysorganic’ .-
COmppunds)r(Refs'1 - 6) the authirs employed the method of ;0o

“isotope exchange. The following reactions of isotope exchan

 were systematidally'investigated;

R - Hg = R + Hg =——2 R - Hg - R +Hg

card 1/3
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Thé Investigation of Electrophile and Homolytiec Resctions or Substitution i~

in the Carbon Atom by the Method of Isotope Exchange. Lecturs Delivered
at the General Meefting of the Department of Chemical Sﬂlences AS UssA on

' December 19, 1957

R - Hg - X + Hg —————:,R - Hg - L + Hg

R - Hg - X + HgX2 é____R ~ Hg - '+ ng

(R = Ar9 Alk or C1CH=CH; X=Cl or Brs The radloa”tlve mercurv
isotope Hg 206 wag used). Results obtained: Diaryl mereury
‘and aryl mercury. chlorides, enter 1nto reaction (of isotope.
exchange) with metallic mercury Hg2%5 (under weak conditions)s
Electropositive subst;:tuents in para-position of the benzens
ring facilitate reacticn, but electronegative euqstlfuentﬂ -
render it more difficuli. The homolytic reactions under ﬁvn,
vestigation develop 1mmed1ately’betwnen the molecules of" thé-.
mercury-organic compounds and the molecules of mercury. -
"Moreover, the dependence of the reaction velocities of the :
isotope exchange of the mercury organic salts: {of the chl‘cﬁéf
end alicyclic geries with metallie mercury .and subllmate) S
upon the structural factors (and additions of acid) was in-
S vestigated, The homolytic and electrophile reactions of ?heE*
Card 2/3 - isotope exchange of mercury-organic salts develop in sueh-a;

APPROVED FOR RELEASE: 06/20/2000 CIA-RDP86-00513R001444710019-0"
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- g : 50t 62458-5-5/57
fhe Investigation of Zlectrophile and Homolytic Reactions of Substitution - ..
- in- the Carbon Atom by the Method of Isctcope Exchange. Lecture Delivered :
. at the General Meeting of the Department of Chemical Sciences 4% USSR on
becember 19, 1957 : i . . : .
manner that the configuration is contained in saturated garbon
By investigating ‘the isotope exchange of isomeric f-chlore- e
~vinyl mercury-organic compounds (with Hg and Hetl,) the direst
proof was obtained of the correctness of the rule (set up L
by Nesmeyanov and Borisov) concerning the maintenance cf
stereochemical configuration in the olefine atom of carbon. o
There are | figure, 2 tables, and 15 references; 12 of which - =
4 are Soviet, ' , ' : : : i
ASSOCTATION: Moekovskiy gosudarstvennyy universitet im. M, V. Lomonosova .
v "~ (Moscow State University imeni M.V. Lomonosov)
SUBMITTED: Pebruary 28, 1958 .

1. Carbon--Exchange reactions = 2. Substitution reactions
3. Mercury chlorides-~Exchange reactions 4, Mercury isotopes
~~-Exchange reactions »

. Card 3/3
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AUTHORS: Nesmeyanov, A. N., Reutov. Q. A., S0V/62-58-11-7/26

~Loseva, -A. S., Khorlina, M. Ya.

TITLE: Synthesis of Organo-Mercury Compounds From Hydrazones
: (Sintez rtutnoorganicheskikh soyedineniy iz gidrazonov)
Communication I. Interaction of Hydrazones of Aliphatic
Aldehydes and Ketones With Mercury Acetate (Soobshcheniye 1.
Vzaimodeystviye gidrazonov al'degidov i ketonov '
allfaticheskogo ryada ] uksusnoklsloy rtut'yu)

"PERIODICAL: -Izvestiya Akademll nauk SSSR. Otdeleniye khimicheskikh nauk,.v‘{
: 1958, Nr 11, pp 1315-1326 (USSR) , L

ABSTRACT: - Earlier, hydrazones - a group of easily accessible compounds -1(
~have not been used for the synthesis of organometallic ST
compounds. It is demonstrated in the present paper that the =
reaction of hydrazones of acetaldehyde, acetone, methyl-ethyl
‘ketone, and butyrone with mercury acetate in:aqueous: methanol’"
-.and absolute benzene medium may serve. for the production. of
‘'some .new types of organo-mercury compounds. The reaction
investigated takes place according to that of & "conaugated‘
compound" ‘under particlpation of the medium. e
oC 4§ o V-dlmercury or ok 4o’ ,ﬁ /3 -tetramercury e her form 1n '

APPROVED FOR RELEASE: 06/20/2000 CIA-RDP86-00513R001444710019-0"
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Synthesis of Organo-iercury Compounds From Hydrazones. 507/62-58-11-7/26
Communication I, Interaction of Hydrazones of Aliphatic ’ :
Aldehydes -and Ketones With Mercury Acetate

ASSOCIATION:
- Card: 2/3

-.saturated with potassium bromide leads in the cold to the

corresronding carbonyl compounds. There are 1 table and 10

Aoskovskiy gosudarstvennyy unlversitet im. M. V. Lomonosova
'(Moscow State Univeraity imeni M. V." Lomonosov) o

water,o(-mercury orzi,/g-dimercury alkyl methyl esters in -
methanol, and ol -mercury or o(_,ﬂ—dimercury alkyl acetates. .
in absolute benzene. The chemical properties of the obtained:
organo-mercury compouvnds were investigated. It is demonstrated
that a) dimercury compounds of the type (IV) - (VI) are

‘decomposed by concentrated hydrochloric acid when heated.
- In this connection they separate calomel and form the
‘corresponding carbonyl compounds b) bromination of dlmercury

compounds of the type (I¥) - (VI) with a bromine solution

formation of a corresponding oC-bromoketone at the same time

with a ketone ¢) monomercury compounds of the type (I) - (III)

are decomposed in the cold by concentrated alkali, On this
occasion they separate: metallic mercury and form the -

references, 2 of which are Soviet.
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AUTHORS:

 TITLE:

PERIODICAL:

ABSTRACTs

Card 1/2

Nesmeyanov, A. N.,. Heutov, o A., S0vV/62-58-11-8/26
Wu- !lng-tl'u, Lu Chluo-chu : .

On the Problem of the Stereochemistry of the Reaction
Between: Symmetric Organo-Mercury Compounds and Mercury

‘Halide (K voprosu o stereokhimii reaktsii simmetrlchnykh

rtutnoorganlchesklkh goyedineniy s galoidnoy rtut’yu)

Izvestiya Akademii nank SSSR. Otdeleniye khlmlchesklkh nauk, o

_1958 Nr* 11 PP 1527 1330 (USSR)

"In the present paper ‘the authors 1nvestigated the

stereochemistry of the reaction of symmetric
oL-mercury-l-menthyl ester of phenyl-acetic acid and

mercury blS-Qlﬂi -camphor with mercury bromide in acetone:
solution. Both reactions represent an electrophilic - ,
substitution with saturated carbon atoms. It was demonstrated:Tf:
that the first reaction in the . cold takes placc under maln- g
tenance of the configuration at the touched carbon atom.
Racemization observed at 569 is a secondary process.

‘Stereochemistry of the reaction of mercury bis-ol ob‘-camphor"i
‘with mercury bromide could not be determined because the -
" forming 3-bromomercury campnor racemizes under: the action

APPROVED FOR RELEASE: 06/20/2000 CIA-RDP86-00513R001444710019-0"
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On the Problem of the Stereochemistry of the i SOV/62-58—11-8/26—
Reaction Between Symmetric Organo-Mercury )
Compounds and Mercury Halide

- of mercury bromide during the reaction even in ‘the cold.
By the investigation of the reaction of symmetric. =
ol-mercury-l-menthyl ester with an equimolecular- amount
of hydrogen bromide the conclusims which had already been
drawn (Ref 1) were confirmed. Conclusions: the reaction
in the course of which the organo-mercury salts become
symmetric under the action of ammonia takes place at the
saturated carbon- atom under maintenance of the configuration;
- There are 4 references, 3 of which are Soviet . g

ASSOCIATION: - Moskovskiy gosudarstvennyy universitet im. . V.
: ' (Moscow State University imeni M. V. Lomonosov) -

| SUBMITTED: - March 26, 1957

Lomonosova - -

"; TCérd 2/2’ Vl,
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AUTHORS :  Nesnmeyanov, A. ¥.. Reutov, 0.4,. SOV/62-58-12-6 /22

Ptiteyna, 0, A., Tsurkan, 7. A.

TITLE: Synthesis of Organcmetallic Compcunds of Pentavalcn+ Ant*mcwv -
“by Arylation. of the Organig Arf1m0n3 Compounds - ArSoX2 and
Ar,SbX by D:azo ~Compounds. (Sintez metalloorganicheskikh

oyed1nen1y pja valen»noy sur? my putem arlllrcvunlya
sux? nyanocrgan*chaskikh SOdelHGn’j AerX i ArZSbK

- diazosoyedineniyan: )

PERIODICAL: ‘rIzvestiya AYauemii nauk SSbR O»qolen;yc khlﬂ’Cheuklkh nauk
: ' 1958, Nr 72; 451~.444 (UssR) S

ABSTRACT: = ‘”ublished works y"“'4¢zt¢¢' data on the arylation of
: o - organic aniimony co smpounds by,éf.ns uf dlazu-ﬂomgounds
(Refs 4~T). In the present paper the authors investigated
in detail the possibilitiag of arglatlng compounds. ¢f the
Lype ArSFXﬁ and: ar SbK by means of diazo- -compounds as well

u*h band!"n" urdez
it eagily and in

APPROVED FOR RELEASE: 06/20/2000 CIA-RDP86-00513R001444710019-0"
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Synthesis of Organcmetalliz Compounds of SOV /R2-88-12-6/22
Pentavalen® Antimorny by Arylation of the Organis Antimcny Compounds ArSbix

and ArZShX byiDiazaa ompsunds

on the JCt_sL of ileOhlum doubLP salts of antimony trlchlorlde-
‘on aryl-diiode siibine preved ta be a uaiversal method for. th
synthegisg of mixed organic ant imony cempounds of the

*JQP ATAT: SDXT; The former are easily obtained from aryl

stibins ox1de~. In almost all =ases the reaction takes place
at low temperaiures and leads to the formaticn of the g
cerrespending organic antimony compounds in. very zood yields.:
. The zompounds &r&rfsz5 wers isciated as diaryl antimonic

‘azid and ideniified as the diazonium double salis
ATAriSrCl - . A'"” Cl according t2 the method develeoped in

R S 2
refercnass 6. -
ArAr?SbA eisoholic HCl ¢ ArAriShCl
: S —3 . -3
HO

Card 2/3
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- Synthesis of Organometallic. Compounds of SOV/62-58-12-6/221‘ _
"Pentavalent Antimorny by Arylation of the Organic Antineny Compounds AerXzi‘ i

ArAr’SBClB + AT"N,CL PeCl, — Arar: SbC1, + ATMN,CL + FeCly,

AyThe results obtained are giver in a table. Thé prepatétidni,
- method employed in synthesizing the substances Qf the types
ArAr'SbX3 and ArQAr'SbXZ'is:an important supplement of previoqg

"and ArZSbX by Diazo-Comnounds

méthOdS (Refs 2, 8-11) for the production of ‘compounds of thiS“'l
type. There are 1 tsble and 16 references,'9 of ‘which are,Sovieﬁ;;

: -ASSOCiATldﬂf Moskovakiy gosudarstvennyy universitet imeni -
B - M. V. Lomonosova (Moscow State University imeni
M. V. Lomonzsova).

S SUBMITTED: ~ Marcn 26, 1957

Card.}/j

CIA-RDP86-00513R001444710019-0"
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REUTOV, 0O.A.; LOVTSOVA, AN,

Arylation of diarylantimony trichloride with diaryliodonium
salts. Vest.Mosk.un.Ser.mat.,melth,,astron.,fiz. khim, 13 no.3:

191-196 '58, (MIRA 12:4)

1. Kafedra organicheskoy khimid Moskovskogo universiteta.
(Arylation) (Antimony co

unds)
(Todoniun coupoundzyor

G KA MR ST
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"AUTHORS: Reutov, 0. A., Pitsyna, O.

TITLE: »ﬂﬂﬂﬁﬁETZ_S;;::MSalts of Stannic Trlchloromethjl and of Stannlc f
: ,chnlorodlethyl (Dvoynyye diazoniyevyye 801i trekn&hlor1st000 -
metllolova b dvuAh1orlstogo dletllolova) : g

PERIODICAL: Ahurnal ObahcheJ [hlnl;, 1958 Vol. 28, or 3, PP~ 588- 592

(ns 1)

ABSTRACT: According to a method: for the synthe81s ‘of double dlazo salts.
~ of. -antimony organic compounds (ref 4, elaborated by one of-
the authors . earlier, the authors - in the present:
work carried nut the SjnthEols of the double diazo salts-of.
stannic.trichloromethyl. These salts were synthetized by
pouring together in the cold .~ an aceton solution of the

freshly produced Aercl Fecls;salt with ‘the methyl alcogol
solution of CH_SnOOH which was saturated with hydrogen -
chloride: CHBQQOOF + 3HCL —> Cn3un015 + 2H20, 2ArN201 FeClsiff
‘ + cnssnm3 —a_(Arh201) .CH. SnCl, + 5;9013 The salts .~ <
, Cgrdvj/ii 7 '(c H 2cl) .CH;5nCl; and (p c R g cl) cH Snc13, and otherg”

5 D 72
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Double Diazo Salts of Stannic Trichloromethyl and of Stannic 79-28-3-5/61
Dichlorodiethyl . Co

could not be obtained in this way- Therefore an one-step e
method for the synthesis of the diazo salts of stannic tri-
chloromethyl wasg elzborated as follows: the chloride solution
of CHBSnOOH was added to a diazo solution which haé been w

obtained by diazotizing .an aromatic amine in hydrochloric.
“acid by means of gsodium-nitrite - this immediately leading
“to a precipitate of (ArNZCl)BQCHBSnCIB—salt.'The'use'ofio—~ :
~toluidine did not furnish any diazo salt. The double diazo .
salts of stannic trichloromethyl obtained according to either

‘method are méentioned in table 1. In the synthesis of the = oo

double diazo salts (C2E{5)Sncl2 another method had to be -used:-

“the chloride of the amine was dissolved in alcohol and then.
diazotized with isoamylnitrite. The stannic dichlorodiethyl

dissolved in alcohol was then added to the diazo solution.
‘fhe formation of the double salt (02H5)25n012 can be '

represented'by the following reaction process:
ArNHz.Hcl + C5H11ONO - ArHZCl +.C H11OH + HQO,'

; L 7 ATl : ) y e PRI
Card‘2/3br 772frn201 ¥ (CZHS)ZSnClQ - (ArN2C1)2(02H5)2§nC}2:.lngvs§1t§f
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-Double Dizzo Salts of Stannic Txlcnlozoqetpyl ard of Stannic 79-28«3—5/61

'SUBMITTED:  February 7, 1957

Gard 3/3

Dichlorodiethyl

Tsynthetized'thi way are nentloned in table-2, ThEIE are
2 tables and 5 references. 4 of which are Soviet.

ASSOCIATION: . “osbevsklj gosudarstvennyy vnlver81tet
(Hoscow State Unlver51ty)

T
P e BRI BT
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AUTHORSS ~ Nesmeyanov, Ae Hey Academician 20-1-28/58
 Reutov, Oe Bep Knoll', P. A '
. S T . - ’ oy
TITLE: _' The Employment of the Isotopic Method in Studying the Stere’ochemis'tfry;_b‘

- of Replacement'ﬁeactiqns at the Qlefinic carbon. Atonm (Izucheniye . -
. stereokhimii reaktsiy zameshcheniya u olefinovogo atoma ugleroda 8.7 "

‘ o . pomoshchiyu ‘izotopnogo{,metodva)., .

PERIODICALG Doklady ANJSSSR;,1958, Vole 118, Nr 1, Ppe 99102 (ussn);-.

~following rules electrophile and homolytic replacement reactions ta® .
~configuratione - L

AnSTRACT?  Together with Borisov the first author (reférence‘ 1) est'.ablislfi‘editheiﬁ__

ke place under conversation of the ciSe and transec _
- This rule was derived in the study of the metal exchange in the se=;
ries of stereoisomeric organometallic compounds - of the type? ;

/-I

Ny

R H TH
N 7 : N
/G’C\ , and . /sc
FRER yf. M ' "R ;

'Bj'employing the method of jsotopes the authors in this. paper dim o
v B rectly proved the correctness of .this rule. As ‘example of electro= :
E card 1/3  phile reactions they studied the interaction of transednd CiSefe -

o e L S e L
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‘The Employment of the Isotopic Method in Studying the '20-1-28/58
Stereochemistry of Replacement Reactiqnskat the Olefinic Carbon Atom.

" chlorovinyl-mercury chloride: with sublimate labelled with radioac®
_tive mercury Hg?93, The reactions were carried out in an acetone .
solution in the colde In both cases the isotopic equilibrium was ..
soon obtained (within S minutes). The stereochemical initial confi®
. guration of the chlorovinyl group was on that occasion strictly con®
served. As homolytical reactions they studied the interaction of . =
netallic mercury labelled with Hg?®¥ with transe and cisefe=chloro= - -
vinylenercury chlorides, as well as that with biSwtranse and bisecise
ﬂ-t:hlorovinyl.;nercury.' All ], above-mentioned organoemercury compounds
" readily react in acetone in the cold with finly distributed metallic .
. ‘mercury. The isotopic equilibrium is attained after some,hours..The’ug
- configuration of the chlorovinyl groups'is»alwayS'conserVed_ih this =
connection. During the interaction of the metallic mercury with: e
" transe and_cisga-mercuryvinylchlorides a side reaction takes place:
under formation of calomel and acetylene., This is-an example of the
- double reactivity which is so very characteristic of all Bechloro=
vinyleorganometallic compounds . The two electrophile and the two -
first homolytical reactions require an additional discussion. The. . .
' " sbserved stereochemistry of these L reactions was not the resulb of -
;Card;2/3 one but of several»processes.,It—may be stated that these L reacﬁfa;.;
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The Employment of the Isotopic Method in Studying the Stereochemistry 20-1-28/58
of Replacement Reactions at the Oleflnlc Carbon Atom,

~ ASSOCIATION.

'SUBMITTEDS

AVAILABLE:

tions do not proceed over the equilibrium, but that ﬁgCl2 ard gg

directly react with the B—chlorovinylemercury chlorides.- Thus the _
results obtained here are a direct proof of the conservation of the .
configuration at the olefinic carbon atom during the electrophile .

and homolytical replacement reactions, An experimental part with

the usual data follows.

There are L references, 3 of which are Slavic.

Moscov State Mmity :l-ni M.V, Lamonsov. (Loskovskly gosudarst-

vennyy unlversitet imeni M. V. Lomonosova),

October 22, 1957.

,Livbrary of Congress.,

DR TR AR P TR T S A T LR E R
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AUTHORS § Reut;v.EQ,"§;4rM$ncll', Py, VYan-Tgzy U
PITLY: . On-the Stereoch ami:sry 6f the lsotopic BExchange Rezctions

Beteeen nganomercur Salts and netanhcx'daloge ticreury
Labelled With Hg” -07 \0 stereokhimii reaktziy izotornego oo~
mena rtutnooroqnl\hesxlkn goley s metallicheskoy i galoidnoy

(3

rtut'yu, mechennymi Hg2 Y.
LYRIGDICAL: | Doklady akademii rnauk SiuR, 1958, Yol. ‘#e, Hr 5; rDe i 55 55?
(G5) | o _ e
R ABSTHACT:  The authors explain the ateregﬁhem‘st*y of. th?‘Awllﬂﬂlnc
j“ S reaztionc? {A L 30 _-qg( + Heg' '—~-9'd‘"2 5C ‘Heg A + Pg
' = Hgx - + ’ '2
R;R?RS. He! Pg £ &= -> R1R RSC Hg *x HgA2 A

wnaction {1} reprsaents the process of a homivtmu! I‘E’E‘-th
(?) 'that of an elec strovhilic substitution et the saturated
caroon qtom. in thé present paper tae ctercfchemlntrv of.
 zeaction {1} is irvestigated cn. the basis the alastomezlv'
" l-methvi-ether.of the mercury bromide phpnyl acetic aczd.f
' Remction (2) is exvlained on the basis of the cis- end trans
Card /3 ,xqomer of the 2-m~thoyy~cyclohexy¢-mer0uvy chlorldeu doth

APPROVED FOR RELEASE: 06/20/2000 CIA-RDP86-00513R001444710019-0"
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50V/20-120-5-34/67
On ths Sterzocnemistry of the Ten’aple Y¥xchenge Resctions setn—en,*,
Orgniokerourte- wHalts and Me.anh:or Halogen Hercury Labelled With Hg 7
diastomers of the first substancs. recet aseile with atom 1Zedx”-
mercury wt cold in z medium of absolute benzene, The sterec.
metric configusabion ot the «-carbon atom is in eitner casca .
entirely conserved: ths rotution angles of the diastomers .
berore tre réwection.and after the estublishment or the inpe
tosic eauilibrivm weve identical. This is another proot that
thes2 nomelytical reections are no free-radicul=reacti ong, ot
wise tne reaction would be bound to lead to-a TRLrﬂl”&fera~‘
‘The moleculey ot the ‘organomercury compounds apparenily re-
~act.directly with the mercury molecules. Cis- and trens-2 @
-methoxy- Pvclohe;yl-ne*cu'lc chlorides were chosenln order‘
- to clear the reactiocn stereochemistry. The rexction of the
* isotopic ex cchange wus carrisd outi in dloxune, acetone; and
ischutyl alcohol. it ‘proceeds with a noticeable velocity
only at 1£0-1}5 in gkl ecases the initial stersochemicel
configuration of the substances was entlrelj maintained..
"The same'*esulta me“e Obtained with all cther 1nvest1gated ;
‘reactions of the eléctrophllxc ,ubstltutlon -at the saturauedj

APPROVED FOR RELEASE: 06/20/2000 CIA-RDP86-00513R001444710019-0"
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- On the Stereocnemistry of the Juotopic ixchange Heactiong Between
UrganomercuricVSalts and - lletalle:ar Halogen Mercury iabelled %ith Hg

ASSOCTATTON:
FReGENT®E .

~UBMITTED:

5OV/R0-120-5-54/67
203 '
curbon atowm, except the cnses reported by Cram (Krem; Ref 5); - .

There are 5-references, 4 ot which are Soviet,

Moskovskiy,gosudarstvehnyy universitet im. M; V. Lomonosova -
(Moscow utate University imeni l. V, Lomonosov) '

?ebrugry 26, 1958, by ie i, Hesmeyanov, iember, Agadémyvof
tciences, UX3R C ’ : .

Februvary 26,. 1958 .

1. Mercury isotopes--Exchange reactions ~’2,_Pbrcury compounds
(Organic) --Exchange reactions = 3. Mercury salts--Exchange reactions =
4, Mercury compounds (Labeled)--Exchange reactions 5. Stereochemistry
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TITLE:

 PERIODICAL:

© ABSTRACT:

card 1/8
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llesneyanov, Mik. 4., Reutov, O. 4. 20—120—6-28/59

“"‘—————..__——-—_"_M
Functional Derivatives of Ferrocene-1;1icarboxylic -01d i
(Funktsional'nyye: proizvodnyye ferxotsen 1y 1'-dikarbonovoy quloty)

Doklady Akadenii’ nauk SSSR, 1958, Vol ‘120, Hr 6,
B 1267 - 127o (USSR) S

ulthoubh the acid mentloned in the t1tle was produced already in.
1952 (Ref 1) its deriva tﬁves remained unknown with two exceptlons
(Refs 1,2). In the presekt paper the authors obtained a number
of these derivaetives, Thdy are: a) the chlorine anhydride'b) .

from the latter an amide V) was produced,:c) methyl ether of = -

the carbamido- ferrocene—1t ~carboxylic acid (VII); d) the above
anmides (V), and (VII) as well as the amide of ferrocene carbox;«
lic acid can be converted-‘into the corresponding nltrlles by
heating in acetic anhydride. By heating the acid (VTI) at’ 140

for 2o minutes e) 1- c;ano ferrocene-1'~carboxylic acid (VIII)
formed in a yield of 55p, f) the nitrile of ferrocene-1, 1!~d1—__vl
carboxylic acid (IX) was obtained in a yield of’ 30% by. heatlng'T.-
the amide of this acid in acetic anhydride at 100° during 6

‘hours; g) by heating the amide of ferrocene: carboxyllc acid in
'ﬂcet’c anhydride at 140° during 40 m;nuues the nltrlle of. thlsEi—‘

APPROVED FOR RELEASE: 06/20/2000 CIA-RDP86-00513R001444710019-0"
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Functioral Derivatives of Ferrocene-1,1*-Dicarboxylic - 20~120-6-28/59v
Acid : ' - , : - '

acid formed (X);-h) acleavage of the HCl elements froam the 2.
chlorine anhydride molecules as well ag from 2 water molecules .
takes place under the formation of the anhydride of the‘ferrd~fﬁf‘
cene-1,1Ldicarboxylic acid (XI) due to the action of pyridine
on chlorine anhydride (IV) in the presence of water. Constants =
are given. of all substanceg mentioned and their structure is o
discussed. According to the aromstic character of ferrocene it .
was found that the radical ——CCI3 may replace one of the ferro-
cene hydrogens, In spite of the variation of the decomposition - -
conditions of trichloroacetic acid in the mixture with ferrccene
no products of 2 double trichloromethylation of ferrocene could .
be observed, There are 1 table and 1 references, 3 of which .. .-
are Soviet. ‘ o , , 7 L S o

° - A5S0CIATION;: Moskovskiy gosudarstvenﬁyy ﬁ_niirersitet:ixh° HGV,Lomonosova‘  -5

- (Moscow State University imeni M.V.Lomonosov)
PRESENTED:  February 11, 1958, by 4.¥.Nesmeyanov, Member, Acudemy of
... ... . 'Sciences, USSR . T S TR S SR
o Card 2/
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AUTHORS: © - . Reute¥y—B+—A+—Corresponding Member, SOV/20-122-5-21/56 S

Academy of Sciences, USSR, Ptitsyna, 0. A., Khu Khun-Ven .

VTITLE:' The Synthesis-of Organomercuric Compounds- by Means of e
- - Diaryl Iodonium Salts‘(Sintez rtutnoorganicheskih soyedineniy '
‘cherez soli diarilyodoniya) ’ o e

PERIODICAL: - Doklady Akademii nauk SSSR, 1958, Vol 122, Nr 5,
© - - pp 825-827 (USSR) - : C

ABSTRACT: - ds was formerly proved by the authors (Refs 1, 2), the double ..
, salts of diaryl iodonium can serve as a source for the e
production of organo-metallic compounds of tin, antimony and -
bismuth. The reaction consists of a decomposition of diaryl

iodonium double salts by tin, antimony or bismuth powders, .. =

respectively. The paper under review deals with the possibility '

of applying this reaction to the synthesis of organomercuric - i

- compounds. In order to find optimum conditions, the authors '~ ..

decomposed the corresponding double salt of diphenyl-iodonium .

chloride -sublimate in various solvents. Hg, Fe, Zn, Cu.and Ag
; ‘ were used as reducing factors. The results-are given in table 1.
~. - -Card 1/2 =~ They show that the main product of reaction is diphenyl mercury
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The Synthesis of Organomercuric Compounds by Means SOV/20-122-5-21/S6
" of Diaryl Iodonium Salts :

. SUBMITTED:

Card 2/2

when iron is used. In all other cases it was  CgHsHgCl - e
Silver decomposes the double salt (05H5)2J01.Hg012 by'fo:ming;gb_

diphenyl-iodonium chloride and calomel; no organomercuric
compounds are created. The maximum Yield of phenyl mercury

chloride is obtained in the decomposition of the double salt-

of diphenyl-iodonium chloride sublimate by mercury in water.

:Because of various short-comings in the use of silver salts,

the authors decided to use diphenyl iodonium salts for the
synthesis of organomercuric compounds. As can be seén in i
table 3, a high yield of organomercuric compounds is formedfby71{j
means of diaryl iodonium salts, Also the compardatively eagy . ©i-
accessibility of these salts, as well as the simple process of =
the synthesis speak in favor of the method suggested., There =
are 3 tables and 4 references, 2 of which are Soviet.,

July 5, 1958 -
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 ABSTRACT:

“organotin compounds are formed in good yield.. Furthermore o
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Reutov, Q. A., Corresponding Sov/20-122-6-21/49
‘Member, AS: USSR, Ptitsyna, 0. A., Styazhklna, H. B. &\

Decomp031t10n of Asymmetrlc Dlaryllodonlum Salts by

‘Bismuth Powder in the Presence of Bismuth’ Trlchlorlde

(Razlozheniye nesimmetrichnykh soley: dsrilyeieniy
poroshkom vismuta v prisutstvii trekhkhloristogo v1smuta)

Doklady Akademii nauk SSSR, 1958, Vol 122, Nr 6,
pp 1032- 1034 (USSR)

The first two authors have demonstrated in an earller paper
(Ref 1) that in the decompositon of :the dlary11odon1um '
chlorides by tin- powder in the presence ‘of tin dichloride.

it was demongtrated that in the decomposition of unsymmetrlc
galts of diaryliodonium of: the type ArAr'JCl under same

“conditions the more intensely electronegative rad1ca1 passes

from iodine to tin. All these reactions obviously pass- through
the prellmlnary stage of the formation of double iodonium . .
salts of tin dichloride, which are decomposed by -tin: powder s
In the same paper (Ref 1) the possibility of forming R
organobismuth compounds was shown. They are formed by

APPROVED FOR RELEASE: 06/20/2000 CIA-RDP86-00513R001444710019-0"
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Decomposition of Asymmetric Diaryliodonium Selts by . ,SOV/20~122-6—21/491 :
‘Bismuth Powder in the PreSenCelofrBismuth Trichloride o -

decomposition of double salts of diaryliodonium,chloridei; e
'androffbismuth,trichloride by biasmuth powder. For reasons of -7
- preparation it has turned out fo be more practical mot to . -
" decompose a double salt by bigmuth but to decompose a mixture

of Ar2J01 and BiClj. For example, the yield of triphenyl -

. pismuth will be 35-40 % under these conditions. The reactions = .
taking place in connection with this are explained by equations.
The unsymmetric: salts decomposed by the method described are ..
given in table 1 together with the substances produced in this -
process. As can be seen from-it, the more intensely i

.

"electronegative radical passes 1n all cases

to bismuth. Inno
case it was possible.to isolate a second substance. Apparently -
it ig formed in such small quantities which could only be - E

detected by means of chromatography, €. g The results obtained

are difficult to understand as the guantity of the electron: :

density does not represent a determinative factor in radical %

reactions (Ref 1), even if it is maintained that the R 1 e

, - decomposition of double radicals takes placev"hOmolyticallyﬂ;'f
card 2/3 ‘At the same time the regularity observed here in the transition’
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Decomposition of Asymmetric Diaryliodonium Salts by sov/20-122-6-21/49_
“Bismuth Powder in the Presence of Bismuth Trichloride

"of the more 1ntense1y electronegat1ve radical to the. metal

can easily be explained by the assumption of a heterolytlc S
decomposition of the iodonium double salts. Although in
recent times more and more knowledge of a certain role of- EE
the polar factors in the radical reactions. has been "',’p
collected, all data described by the -authors give evidence - -
-of the heterolytic mechanism of the decomposition reactions:

of the iodonium salts which are discussed here. There areﬁvﬁjf

1 table and 6 references, 1 of which is Sov1et.

SUBMITTED: July,S, 1958
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NESMEYANOV, Aleksandr Nikolayevich, akademik; R.z.'UTOV, 0;'A»'.' kg;v:;;d.:::a:
TOPCHIYEV, A.V., akademik, red,; KNUNY. s dalie, 8 de'- [iﬂ g.i, |
KABACHNIK, M.I., akademik, red.; ¥ REYDLINA, R.Kh., r: l.d'm rea' odes
red.; LOSKUTOVA, I.P., red.izd-va; POLYAXOVA, T.V,, tekin.red. o
[Selected works in four volumes] Izbrannye trudy v chetyz';kxln}:g:l{gs e
Moskva, Izd-vo Almd.nauk SSSR., Vol.l. 1959, 712 p. - ; g

ty AN SSSR '(fof Reutov, Preydlina).

7 . Chleny-korresponden v
! v (Chemistry)
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"Formation Mechanism of the Metal-Carbon Compound and Scme Aspects of the
Reaction Capacity'ef Metal Organic Compounds of Heavy Metals,”

- report tc be submitted at the lYth International Ccngress of Pure and Appllea
_ unemistry - Munlch GFR, 30 Aug - 6 Sep 1959
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, . , S0v/62-59-1-8/38
Nesmeyanov, A. N., Reuntov, 0. i<, Loseva, A. Sey S
Khorlina, M. Ya, """ .

" Synthesis of Organo-Mercury'Compounds From Hydrazoﬁes

(Sintez rtutnoorganicheskikh soyedineniy iz gidrazonov)

Communication 2, Interaction of Hydrazones of ‘the Aldehydésfwt
and Ketones of the Alicyclic and Aromatic Series With S
Mercury (II). Acetate (Soobshcheniye 2. Vzaimodeystviye gidra

zonov al'degidov 1 ketonov alitsiklicheskogo i aromatiches-:. -

Izvesfiya Akahemiiﬂnéuk SSSH. Ctdeleniye khimicheskikh nggk;f;
1959, Nr 1, pp 50 - 61 (USSR) S - B

In the present paper the authors have shown that the hydra= .
zones of aldehydes. and ketones of the alicyelic and aromatic .
series (hydrazones ofAcycloheXanone,_4-methy1vcyclohexanQne; .‘
cyclopentanone, camphor, benzophenone and,oenitro;benzaldeéf}?
hyde) react with mercury (II) acetate in water, methanol "
and absolute ben:zene and separate nitrogen,bmercury ()~ -
acetate and metallic mercury, and form organo-mercury :Ccom

APPROVED FOR RELEASE: 06/20/2000 CIA-RDP86-00513R001444710019-0"
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Synthesis of Organo-iercury Compounds From Hydrazones. ) SOV/62-59—1;8/38
‘Comsunication 2. Interaction of Hydrazones of the ildehydes and Ketones.
of the Alicyclic and Aromatic Series With Mercury (I1) Acetate

"the golvent takes place in the Way;mentionéd in . Ref 1 .l iin
The reaction of hydrazones of cyclohexanone and A=methyl - ‘
cyclohexanone with mercury (II) acetate in water and in: - i
the presence of catalytic gunantities bf'copper»acétate,iS'ff,
very peculiar. As a result of thig interaction organo- i
mercury compounds with a double - bond are formed. Organo- -
mercury compounds are listed in the table which were
synthesized by way of nydrazones of the alicyclic and aro-.
‘matic series. The structure of the 0rgano-mercury compounds
obtained was confirmed by7decompositi6niéitﬁ-concentratedff
_slkalt or concentrated hydrochloric acid (Ref 1). The =~ i
hydrazones used in this paper were synthesized according to .
methods already described: hydrazone‘of'cyclohekanohe'?”""17
%Ref 2), of 4-methyl cyclohexanone (Ref 3), of camphor ' - B
Ref 4), of benzophenone (Ref 5) and o-nitro-benzaldehyde -
(Ref 6). There are 1 table and 14 refercnces, 2 of which

- are Soviet. :
- Cerd 2/3 ‘
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TITLE::
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ABSTRACT:
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Reutov, O. A., Corresponding Member AS USSBSOV/30-59-1—28/57
e —»---—/”-—_q

Symposium on Theoretical Organic Chemistry (Simpozium po

" teoreticheskoy organicheskoy khimii)

Vestnik Akademii nauk SSSR, 1959, Nr 1, pp 114 - 115 (USSR),,'f}‘j{j

This symposiumkwaé neld in memory of A. Kekule in London;

from September 15 until September 17, .1958. It had been

orgaﬂizgd,by‘tho.nritish Chemical Society and the Depart-
ment of Organic. Chemistry of the International Association
for Theoretical and Applied Chemistry. 600 chemists from
25 countriesrparticipated. % lectures and 15 reports were

‘heard. All mentioned reports were held by western scientists. T
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AUTHNS: Ptitsyna, G. A., Reutov, T. A, myrehingxiy, H. . :
TITLE: The Dccompo,ltlan of Asymuelyric galts of Diaryl Iodoniu& bv e

Tin Powder in the presnnce of Tin. Pichleride (1 L;loznen}e
. nesimmetrichnykh coley diariliodoniya voroshkor olova V
prisutstvii dVth10r1,toro olova)

PERICUIC&L; Nauchnyye doxlady vysshey shicoly. Khimiya 1 khimicl.cskaya
pekhnologiye, 192%, Hr 1, pp 138 - 14 (UJST) ’

ALSTHACT A metiod for the synthesis of cr*ach £in compounds 1€ lréf,ii
gsartod, Tie follw 11n~ compounds were txoatcl with bin “oﬂder’“

'111 the pcsmwe of tin chlorides -
6 (pw\“-..ucé ¥)J<31 —y (C6H5)25n0, . yield 3475

fh:('n» 211500006 4)J01 - (m-C gsor'o 63 ) Sn0, yweld /'Oav

(p-CH; 00(1{4)(;)“0 5ococéh )JCl - (puCZHSOCOC,H ) SnO, %'zs.eld £

(0-Ci;CeH, )(p-CH Cs 4).1r01 — (o—CE C,L ) SnO, ylcld 5,

Card 1,2
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The Decemposition of Asymmetric Sal
by Tin Powder in tra Presence of Tin

. he. compounds cbtained and . their yields are listed in a
table. In all cases, the mcre electro-nesative radical

. attaclied itself to the tin. Fo tin compounds were obtained .
on the decomposition of iodonium salts containing nitro- .=
groups. In these compounds intehsivc'resiﬁificahion,occurfcdf
- which may be due to reduction processes of the nitro-groups,
Phe exprrimental part of tne pajer prescnts tiie Teaction de=
“tails, as well as those of the producticn~of.the'ioddnium*’
snlts, with regard to Teboratory work. There arc'1-tab1e“ s

s
R

“and £ reforerces, 2 of which are Soviet.

~
universiteta im. M. V. Lomenosova (Cheir of Organic Chemis®

ASSGOTATICH: . Kofedra oresanicheskoy khimii Moskovskogo- osudarstvennogo = -
Lo g g
of lcscow State Cniversity imeni H. V. Lomoncaov)

CSUDuIITED:  July 18, 1958

Card 2/2
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AUTHORS: Reutov, 0. Acy Smolina, T. &-9 sov/62»59-3-33/37, ;

Nt e

‘ Hn Hungaweng~“~»
“PITLE: None Given

1PERIODICAL: " Izvestiya A&ademll nauk SSSR. Otdelenxye khxmicheskikhfnaﬁk.,ﬂﬁf
SR 1959, Nr 3, PP 559- -560 (USSR) ' R

 ABSTRACT:. - In this letter ‘to the editor the authors write: We havc found
: that organic mercury compounds may enter the reactzon of -an
1sotop1c exchange of the following type. under soft conditxon

203 203

R Hg + R Hb -——-R Hg + R'Hg . In pyrldlne the. half period of

exchange in the reactlon of equlmolecular amounts of di-.

phenyl mercury with di-p-chlorophenyl mercury (concentratlon

. of the substances = 0. 03 mol/1) at 60° is 3 hours.. ..
203 203 .

(c )2Hg 4 (°1°634) Hg.———(CGH ) Hg + (clCc.H ) He. At room

temperature di- p-chlorophenjl mercury in acetonesolutzon with
mercury-bls—acetaldehyde _ a substancé with an extremely re-i'
- A ‘active mercury. atom - does. not enter the:- reactlon of 1sotopic o
o Card,1/2 ‘exchange. .In the” 1nteract10n between dlphenjl mercury and :

APP :
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 ASSOCIATION: -

 SUBMITTED:

. card 2/2.

APPROVED FOR RELEASE: 06/20/2000

(cH oc6u ) Hg + Hg(CH -c,” ) = (cH 006114) Hg + Hg(CH —! )
At present there are no data avallable which ‘would allow a

- exchange. It may be assumed that the reaction:is not free- .
~radical because free radicals cannot form. from organlc mercury

November 17, 1958

[Imerand

S0V/62-59-3-33/37

mercury-bls—anetaldehjde, however, the 1sotop1c equlllbrium 1n 7
acetone 1is practically immediately produced at room tempera-i‘:

"ture. The same holds also for di-p-anisyl mercury.

203

, P
(CGH ) He + Hg(CH —c"}z -——-(CGHS)zﬂg + Hg?%ﬂ —c/ )
: H

203

definite judgement of the. mechanism of the-discovered 1sotopxc

compounds under such soft condltlonsu

Moskovskiy gosudarstvennyy universitet im. M. V. Lomonosbva
(Moscow State University imeni M. Ve Lomonosov) S

CIA-RDP86-00513R001444710019-0"
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- card 1/3
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Reutov, 0. Aey. UgloVa, E. V. sov/62-59-4-39/42;5 '

Lette1sto the Editor (Pls ma redaktoru)r

Izvestiya Akalemii nauk SSSR. Otdeleniye khlmlchesklkh nauk,n;{
1959, Nr 4, p 757 (USSR) s

The authorswrite in this letter: "The poss1b111ty of the s
existence of a constant stereochemical configuration of: the,,ﬁ
carbon atom combined with metal in the case: of the molecule
having a single asymmetrlcal center has as: yet not been 7-?*7
experlmentally proved. We were successfnl An proving it by
separating for the first time the racemic mercury salts
2_bromomercurybutane and S-bromomercury-z—methylhexane in’
antipodes. Alkylmercury. bromide was made -gymmterical '1th s
sodium stannite and dialkyl mercury was- “treated with the_n'v;-
mercury salt of the monoethyl ester of the d- tartarlc ‘aeid.

_-The organic mercury diastereomers obtained were separated_by'—

crystalllzat1on and the residue of the- optically active ‘acid :
in the dlastereomer was substituted by bromlne by the effect

of CaBr
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Letters to the Editor : , o 50V/62-59-4-39/42
- (R, R2R3c)2ng + 7(CZHS‘OOCCHOHCHOHCOO_)'ZHg —_— 2R1R2R3C -
- HgOOCCHQHCHOHCOOCZH5 —e (mixture of 2 diastersomers)
CaBr,. i

. £ %
Gfter diastereqme;. R1 RZRBC,- HgBr + R1RZR5C - Hebr

separation) antipode (I) - antipode (11) _ i

The antipodes have the following specific rotation (in chloro-

form; CcC = 1.7;1 = 1): v [
1

8 : 18 gt
CHBCH(HgBr)CIIzCH}: (1) [y + 10.7°;0.8°; (11)[o] '10°.t1‘-9‘i‘.7

» 18
CH3CH(HgBr)cazcgzca(033)2: (1) [a]D -41.6%5%

| (II)La];8+ 250 42.0°
It might be quite possible that we did not obtain a cbmpletegjfv
but only a partial gseparation of the racemates.»Also,.itiisj'"

obvious that in the second case we did not ob‘tain‘thefanti—?_r

pode (II) in a pure state. It has to be noted that the - - =
possibility of the existence of constant organic mercury - -
antipodes follows from the results of our ‘previous investiga-

: ~:Card»2/} tions on the preparation of organic mergtxy;diastgrépmefé: -
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Letters to the Editor , : ' o SOV/62-59-4-39/42

‘distinguished only by the configuratibn of the carbon atom -

combined with mercury (Ref 1)." There are 3 Soviet references. .

" ASSOCIATION: Moskovskiy gosudarstvennyy universitet im. M. V. Lomonosova
' ' : (Moscow State University imeni M. V. Lomonosov). = ..

- SUBMITTED: - December 17, 1958
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PERIODICAL:

v

~ ABSTRACT:

. Card i/é .

In an earlier paper (Refs 1,2) the authors syhthetizedfaiﬁumbe?"

"~ influence exercised by the substituent Y upon.the acetic .
character of ferrocene carboxylic acid. The same influence was:

" cene carboxylic acid and its methyl ester wereisulfonatedmand
" the derivatives of the acid alrealy mentioned in the title

S RO i A B e T

“ta

50V/62-59-5-27/40

Nesmeyanov, Nik. A., Reutov, Q. A.

‘The Derivatives of 1-Carboxyferrocene-1'-Sulfonic Acid. 7

(Proizvodnyye 1-karboksiferrotsen-1'-sul'fonovoy kisloty) =~

Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh nauk,
1959, Nr 5, pp 926-929 (USSR) :

of ferrocene carboxylic acids of the general formula

7{—05114-_Fe-c51{4'-c00}1, and on this basis they investigated the .

investigated also in the present paper, but stronger electro- -
negative substituents were used. For this purpose, the ferro-

were investigated. The following 10 derivatives were obtained

FNs0y N s0C1 ~s0,C1

\’so'?_p
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S0V/62-59-5-21/40

S S : .
~ The Derivatives of 1—Carboxyferrocene-1’-Sulfcnic Lteid

VIID);

: ' : : q
, F.<005H (0 g~ C00CHS (yry, F<coocm3 (v11)s p ~C00CH; (
COOCH, Nsocl, 50,F NSO NH;
F::COOH (zx); #r0%s (x) F - -05H4-Fe-c554—. ' T
50,NH, ,\cooca5 ‘

The dissodiation constants of several acids (IV, IX) were 4

determined and compared with those of reference 2. This showed:

that by the presence of a gulfamide substituent the acidity.

of ferrocene carboxylic acid is increased 5.5-fold and by that

of a sulfofluoride substituent even 9-fold (Table 2)e This is

indicative of.therconsiderable»influénce—exercised by the gy

substituent upon’ the carboxyl group, which is on ‘the other ring -

of the ferrocene molecule. There are 1 table and 2 Soviet -

‘ : references. = ' S L e
ASSOCTATION:  Moskovskiy gosudarstvennyy universitet im. M. V. Lomonosova..
' : ' (Moscow State University imeni M. V. Lomonosov) - L

-~ SUBMITTED: September 10, 1958
. gard’2/2 S e
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~'a5(3) ' o L R S
‘ ;AU”HORS- - __Reutov, O.A., Shatklna, L.No, , - sov/62¢5979-§7[40,jg s

i TITLE: S Rearrangement of the Free Propyl Radlcal

V PERIODICAL# Izveotlja Akademll nauk SSSR. Otdelenlye khlmlchesklkh nauk E
: i 1959, Nr 9, P 1690 1691 (USSR) : L

ABSTRACT: " The authors found that the free propyl radical formed by thefﬁa1"
: : decomp051t10n of n-butyric perOXJde in 0014, by rearrangement can

change the pos1t10n of the car'bon atoms in the cha.ln.»

Ol =CBjo=—> CE ,Lof ~CH;
the following manner:- n-butyric peroxide, tagged with C 4 at the =
olL-carbon atom, was decomposed in boiling: CCl4. The' propyl chlor1de;

The rearrangement was- verlfled in

thus obtained was. hydrolyzed to give propanol which was then i
oxidized to proplonlc ecid by means of pot3551um permanganate.ve
Potagsium dichromate decomposed proplomc acid to. acetic acld.*
Rearrangement could not be: observed at - the stage of propyl »
chlorlde hydroly51s, and must therefore have taken place in the :

cara 1/2.

AP :
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Rearrangement of the Free Propyl Radical L ' SQV/62559'9757/461i

© ASSOCIATION:

SUBMITTED:

Moskovskiy gosudarstvennyy universitet im. M. V. Lomonosova;
- Khimicheskiy fakul'tet (Moscow State University imeni M.V, *

carbon chain, This is thé first time a rearrangéméﬁt hés;beéhlf ;
observed in simpleihydrocarbons, IR e

Lomonosov, Department of Chemistry), Akademiya meditsinskikh nauk
SSSR (Academy of Medical Sciences, USSR) D

June 15, 1959
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. AUTHORS: _Reutov, O.A., Uglova, E.V.1 . ' sov/62 59~ 9= 38/40

ﬂﬂTITLEEI - Stereochemistry of Blectrophlllc Substitutlon at Saturated
- : Carbon'Atoms : : .

- _PERIOIiICAL:: Izvestiya. Akademli ‘nauk. SSSR. Otdelemye khlmlchesklkh nauk,
1959, Nr 9, p1691 (USSR) | , :

. ABSTRACT: By 1nvest1gat1ng the ant1podes of - asymmetrlc organomercury, e
‘ : compounds the authors (Ref:1) found that the stereochemical . SR
configuration of these. compounds is. retalned in: substltutlon at-.
the electrophlllcally bound" asymmetrlcal carbon-atom. ‘This was: “also -
observed in the case of 1 4-dimethy1penty1mercury bromlde, which e
reacts with magne51um-organ1c ‘compounds: under the -inf nfluence’ of :
HgBr2 or HBr and gives the ‘same -1, 4-d1methy1pentjlmercury bromldeva

_with [o(.] A .18-1 1° .

\CH )y CHCH cﬁ CH(HgBr)CH (053)ZCHCHZCsz(MgBr)CHl—’

o - -36-1 19 - HEB : y -
cara 1/2 [(CH ). CHCHQCH CHCHB] Hg . ————-) (GH3)20HCH20H CH(HsBr)CH
:‘-.", o A R X S s N "‘_:‘ P S e TSRO 11 o »
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Stereochemistry of Electrophilic Substitution at sov/62‘5? 9 38/f -
‘ ,".'Satur_ated Carbon Atoms. SR : , : : :

. : | : v universi in M.V. Lomonosova
A ki osudarstvelnnyy‘Vun;versvltet J..m. . v 1o 80Ve,
'AS‘SOCIAT;ONS ﬁiﬁgg;e:iigfakul"ftet-i (Moscow State Umyersmy_'imgm Mo V.
Lomonosov, Department of,:'Chemistry) S
SUBMITIED:  Jume 15, 1959
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. cfcoummmy  : HUNGARY , ' G
© {CATEGCRY ¢ Organic Chemistry. Generel and Theoretical
probloms of Organic Chemistry o

APS. JOUR. @ EZEhims, Yoo 1 1960, No. 1088
{AUTHCR : Heutow, 0. A

TH5T, : Hunparien AE o .
ITITlE : Investigations of the tiechanisms of Some Sub-
v Stitution Reactions with the Use of Labelead

. i - -Atoms : R .
lor12, PUB. ¢t Acta chin. Acad. scient. hung.. 1959, 18, -

No 1-lp, b39-448 - -

TIABSTRACT T A pevieu report on the voris of the authqr'is=§v
' given. Tho discussion bears on the reactlons P
1 of isctopic exchange of Rpilg a 4 Rigl (R =~ O
= atiryl, X = - halide) with Hg 03 (nomolytic !
substitution'reactioﬁs), tha,rgactions;gf igo- ;-
" topic exchange of RHgK with llg 03%, (electro-
~philic substitution reactions), ‘thé influence. :
o . of structural factors gnd conditions of the .= |
i ‘ v reaction, the stereochemistry’of homolytic and -
o _
leans: . V7 '
? RN L
: ‘§ N g i
Ciemms o 2/2
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TITLE:

PERIODICAL:

© ABSTRACT:
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Reutov, O he, Lu Chimolmb... . SOV/79-29-1-39/74

Stereochemistry of the Reaction of 3-Bromo-Mercury-1-Camphor ...

and S—Bromo-Mercurymd-camphor With Sodium Thiosulfate i
(Stereokhimiya reaktsii 3-brommerkur-l-kamfory i 3-brommerkur-.
dekamfory s tiosul'fatom natriya) L S

Zturnal obshohey khimii, 1959, Vol 29, Nr 1, op 182-167 (USSR) .
hecording to reference 1 it was determined that the sym-- ;
retrization of diastereomeric l-methyl esters of the d-bromo=
mercury-phenyl acetic acid with ammonia in chloroform res. .. .
presents a reaction of electrophilic substitution character
on the saturated carbon atom and proceeds by ‘maintaining the

stereochemical structure. The'investigatioﬁ of the kinetics

of this reaction indicated (Ref 2) that it proceeds in two
steps (Scheme 1). The first step (a) is a Teaction of bi-
molecular electrophilic substitution character. In connection
with that. the present paper describes the results of the further .
investigation of the stereochemnistry of_symmétiiéétion*reactidn;'1'
on the basis of organomercury -derivatives offcamphor.uThe5 SN
mixture of the diastereomers of 3+bromomércuryélecamphdr ani'ﬁ,;?

~the mixture of the diastereomers of 3—brémqmercuryﬁdacamphdr',:@,ﬁ

CIA-RDP86-00513R001444710019-0"
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| L SOV/79-29-1-39/74
_ gtereochemistry of the Reaction of 5-Blgmo—Meroury~l~Camphor and 3-Bromo-
* Mereury-d=Camphor withVSodium Thiocsulfate R

were obtained by mercurization ofvlzjﬁhd d-camphor by means of'fgf,
KQHng (Ref 3)e From the firgﬁipi;ﬁurertwo diastereomers of = . Ui

3.-bromomercury-l-camphor-were ‘separated by fractional recrystal-
1ization, which differ in the structure of the a-carbon atom T
(I and II). From the second mixturs the diastereomers of 3~bromo-
mercury-d-camphor (111) and (IV) were separated. (1) and (III) fr
are more stable than (II) and (1v). Sodium thiosulfate and
hydrazine hydrate proved to be the only symmetrizing agents for
all organc-mercury gompounds, since with other agents (3, KOH,
~ KCNS, Na,5, and Na28n02) a cleavage of all C-Hg bonds took place.

The transiorastions dfithe organomercury derivatives of leand
d~camphor may be‘represented summarily by the scheme 2. Thus, -
the reaction prooeeds'by maintainirg the structure, There are.

4 teférences, 2 of which are Soviet.

ASS@CIATION: Moskovskiy gosudarstvennyy universitet (Moscow State‘ U'niv‘ersity;)'

. SUBMITTED: October 28, 1957
- oCard 2/2° '
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5(3) - : C s0v/79-29-4-36/71
~AUTHORS: Reutov, O. A-, Lu -Tszin-chzhu
N T o ' . :
“TITLE: On" the Stereochemistry of the'SymmetrizationfReaction_of Some -
s : Organo-mercuryrDerivatiVes'of Camphor Under the Influence of .
. Hydrazine Hydrate (o étéreokhimii'reaktsii;simmetrizatsii p
_nekotorykh'rtutnoorganicheskikh»proizVodnykh’kamfory'pod'n'j E
'deystviyem-gidrazin-gidrata) S L RS

" PERIODICALS zhurnal obshchey khimii, 1959 vol 29, Nr 4, PP 1207-1213'ggssgy];

‘ABSTRACT: - Having previously examined‘the stereochemistry of the symmetri- .
. ' zation reaction of 34bromine-merdury'camphor under the .influence
- of sodium thiosulfate (Ref 1) the authors tried in the present . .
case to perform the same reaction under the influence of . S
hydrazine,hydrate. In‘the_article,undér revie"the'constanté of -

the diastereomers Of:B-bromine—mercury-l—camphor and;BQbromine;'ﬂ
. mercury-d-camphor (1), (II),-(III),'and (IV) obtained earlier "

- (Ref 1) are listed. The diastereomers (1), (11), and (III) were
used in- the experiments'reported on below. The reaction follows . .

. the scheme 1:

" card 1/3
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: sov/79-29-4-36/77 o
trization Reaction of Some Organo-mercury. : .
Hydrazine Hydrate Ce e

+2HgsSH,O+4NE, =
2 _NH2°BBr+N2 v

(details of this synthesis in the experimental part). For the.
time being this reaction was thus tested on -the two‘diasteféofg
mers of 3-bromine-me:cury-1;camphor and;dnione'Of»the,diaStereq
mers of B-bromine-mercuty—decgmphor under the influence of
‘hydrazine hydrate. In all cases the racemization of the con=. .
figuration was found ‘in the a-carbon‘atom.'Thisfeffect may be .
“due either to the stereochemical'reaction’of aymmetrizatioﬁ as
such or to the racemizgtidn;ofvthe organo-mercury end preducts; .
under the influence of an agent of basic character (hyaxazineg;5:
hydrate). At the contact with a small amount of hydrazinexhydréte,
in dioxanethe less stable diastereomer of'3-brominefmercury7175i

igomerized and forms the stabler diasteteémera_j :

* camphor. is

CIA-RDP86-00513R001444710019-0"
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" On the Stereochemistry of the Symmet
Derivatives of Camphor Under the Inf

ASSOCIATION:

- SUBMITTED:

rj;methyl-, 3i_ethyl-, and 3-benzy1f3-bromine-mercury camphor:(éréfd

“March 18, 1958
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o S0V/79-29-4-36/11 -
rization Reaction of Some Organo-mercury. ...
luence of Hydrazine Hydrate :

synthesized. The symmetrization of 3_penzyl-3-bromine-mercury . .
camphor under the influence of ammonia was investigated. There -
are 3 references, 2 of which are Soviet. : » o

Moskovskiy gosudafstvennyy uqiversitet (Moscow State Universitj)ff
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5 (2) :
AUTHORS: - Reutov, 0. Ay ostapchuk, G. M. : 307/79-20—5-44/75 '
CPITLA: The Qnactlon of the Isotopic Exchbnge Betwan8 Aryl—"ercurjf;"

chlorides and Metallic Mercury varked by 'FIg {Reaktsiya
izotopnogo ohmena brﬂ narkurokhloridov § 'uetalllcheslrov

“tuu‘"u, morlennoy HE 3)

‘PERiODICAL: Zhurnal obshcheJ khlmll; 1959, Vol 29, Jr 5,
‘pp 1614=161T (ussRr) -

AB%TRACL$ In o previous paper (Ref 1)~ ‘the follow1np reactlon was
described: (p-,\cﬁﬁ ) Hg + HE ::’_ ‘(p-'(C6H4)2Hg + Hg. The

,,;.’: ‘ - : ~,7 ,,reactlon rate depended on the substluuent % and- 1nc*easod 1n
e : "the following order: 0¥ € C00C, H ( C1<H ( Cd < OCH3 The -

.»preuent paper 1nvest1gates the reactlon p--\(c6 A-del + ﬁée__’

4———’ p-XC6 4-.13()1 + Hg. It toolr ‘place in a. solutlon of ar,,rl-

morcury chloride in’ anhydrous pvrldlne at 50 and at : S
- 150C rpm/mln approximately of the mixer. After ‘certain 1nter- L
vals samples were taken, the colloidal marcury ﬂentrlfuged of £y "
the *rvl-mercurj-chlondn precrntated by . means of 'vatev- -

Qafd:1/j

A "
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ihe Reaction of the Isotopic Exchange- Between SQV/719-29- 5= 44/75
Aryl-mercury Chlorides and: Aetalllc Mercury ¥arked by Ez20

acidified with hydrochlorlc acid, filtered and racrystalllzéd;
The substance dlssolved again in organic 1liquid (chlorofom, s
acetone) was dropped on a standard fllter. and this thin layer -
coated with plexiglass lacquer. The radioactivity was datermlned
by means of the counter JS 4. The results of repeated :
experiments are given- 4n a table. The authors oosprvnd a reaction
rate. hlvher than that. of diaryl comnounuu ag well as. an -
increase in the reaction rate in *he order O 1K ¢ C, 5OC()(

{ 1< H, 0:!3. olnce free radicels are not formed in mono-- . - .

aryl compounds even by 1rrad1at1ng “the solution with ulurg-Ag;:l‘
v1olet light, the reaction mechanism is explained by the
formation of a four-membered, actlvated complet .
, g,
Ar-Hg-Cl + .g__,ﬁr . 12:3Ar-Hg-Cl,+ Hg.
, - eHg
There are 1 table and 2 references.
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7 University) :
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Qautov, Ce Loy Lu Ching-Chu

sov/ig-29-5-45/75

— e — .
TITLEe Stera2ochemistry of -the Symmetrization Qenctions of 2=Th
mercnry Camphane Under the Influence of Svrdrazine Urdraie
and Sodium 3tannite (Stereokhimiya’reaktaiy's?mmetrizats i
o_khlormerkurkanfana pod deystviyem gidrazin—gidrata i
. stennita natriye) :
CMRINDICALS 7purnal obshchey khimii, 1958, Yol 29, T 9,

pp 15171625 {GSSR)

ADSTUACT:
' - mercury-canphor under

{Ref 1) a racemization was

experiments (the

refer

wessibl

$o0 the asywaetrie C-

[

[¢

whather the reaction pro

‘configuration and the conpound vas subjected to
- s 3

’ A V ’
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S

2.-(hloro-mereycy gcomphane Under the Influence of Hydrazine Hydrate 2ni
- sodiua Stanail ' ' ' -
camphor were unsuccessful. The experiments were carvied:
by the authors with mercury compounds of camphane which ¥
formed from a-pinane. The 2-chloro-mercury-camphanes RS
obtained, hoOwWeCVET, yi‘eldéd s difficultly separavle mi}:turc‘bf.f'»'
stereomers. Therefore #-@-pinenc was chosen 2s initial e
substance for the synthesis of 2—chloro4nercufy-¢amphanes
whican differ only by the configuration of the secornd ¢carbon
atom. By the action of hydrogen chloride vornyl chloride was
obtained, and therefron -the mixture of two iiastereomcrs’of,fz
'2-chloro-mercury-camphané was formed. The diasteracmer T. -~ =

R - 16 : .

isolated therafrom gave a]D - 10.1. ¢ 1.17, the -

i a8y o T

diastereomer II;E&]I) +15.4 % 1.2 -.The d;astereomer~l,
reactS'with hydrazine hydrate under - the formation of unstable
mercuryfbis-camphane wghich separates tallic mercury - SR
already. at low temperature._This>bis-camphaneris_;ﬁ‘
individual‘diastereomer,’ﬁith hydrochloric acid ané gthano]

. the pure diastereomer,l'of 2-ch10ro-metcurg-¢amphan, iso

S PP IO ST 2 PY RS TN R N S
T T T T T
IO T LIS 1 WV W L
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stersochenistry of the Syanetrization Reactions of : SOV/79-2?55—45/.5 e
2-ChloTs-n2reury Camphizne Under the Influence of Hydrazine wydrate andoo
gedium Stannite ) ~ : :

formed again from it.. The reaction’ thus procaeds gndar the
maintenance of the configuration of the C-atom in position 2.
_The symmetrization of  the diastereomer II was gerried out’
in ‘the same way. After splitting the his-compeound the pure -
iinstereomer I is obtained. The diastereomer.li is unstable,
aceordingly, snd is transformed into the I-form. Yith oo
godium stannate tne same reactions were obtained. The
maintenance of thé‘configuration'unusuallfor1thé radical
substitution.is probab1y~due,to the fact that no . optical
- zntipodes are_concerned-but diastérecmerSiwhich eihibitj;.
different strbility. Tye“experimental.part,describes;the;

'reactionq,performed"and,gives‘the*daté*ofvthe resultant’

VcompOundS; There are 10 references, 5 df,whiphVarQVSoviet

supirTTEp:  March 29, 1958 T
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ATTHORS:

TITLE:

PERIODICAL:

ABSTRACT:

Cgard 1/3

“Salt of the Reaction of the Symmetrization of -Bsters of - -

Joty pod deystviyem ammiaka)

‘been found earlier (Ref- 1) that the symmetrization of -

RFLEASE: 06/20/2000 CIA-RDP86
“‘" EPEIS "‘7“‘%'ﬂlﬁlﬁﬁf§ﬂ’z‘1ﬂf¥m; 2

=

50v/76-33-1-25/45

Reutov, 0. Hey Beletnkaya, Ie Teo rardaleyshvili, E. fe.:
_ Reutov, ». 7+ ,

Reactioaninetics of the Syﬂmetrizétion of Organo-liercury

Salts (Kingtiks reaktsii simmetrizatsii'rtutnqorgan;cbéskighji
soley).,I.Determination of the Order Froa the*O:gano-Mercury *

q-Hercury Bromide Phenylacetic Acid Under thg*Influence offifr

Ammonia (I. Opredeleniye poryadka po rtutnpgrganicheskoyﬁéOIi"
reaktsii—simmetrizatsii efirov a-hrommerkurfeniluksusncyakiSe}

Zhurnal:fiziche8koy whimii, 1957, Vol 33, Hr 1,

Cpp 152 = 155 (USSR)

On the example of the diastereomeric l-menthyl esters-of .-
the ag-mercury vromide -phenyl acetic acid (I) it had already . .
organo~mercury galts with ammonia proceeds with a constant
stereochemical structure. Winsteinv(Uinshteyn)(Réf’Z)'ob;i
tained,the'samé‘results on experiments with a different_lv Ci
salt. whereas Hughes and Ingold'(Kh‘yuzJand'Ingdl'd) assumed . -
that an electrophilic substitution tekes place with a consiant,

-00513R001444710019-0
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Pﬂﬂrtlon ¥inetics of the Symmetrlzatlon of Organo-

_ S

sov,/76-33-1- 95/45 '

forcury Salts. I.: Detorﬂlnatlon of the Order From the Orgeno-Mercury Salt

of the Reaction of the SynmetTriza

B etructure 1n the ﬂechanlsm
in SEZ. Sincé a progress of the reactlov ﬂeﬂtlored in the.
title is doubtful with ’F

and 1-menthyl esterT of (I) W
~.in -the cnage under Jdiscussion. The svmﬂatrldatlon of
~R R(_.\5quh (r, =CgHge R,=
in absolute chloroform, mixed with ammonia, at 20°. The .
ethod was used. The c0ﬂcentrat10n
the range of

nepheIOWLtrlc measuring u

of tﬂn_substances was in

(6 £-0:.85). 107 -5 mol/ml. ‘The reaction order of R1 2RBCHgX

was determlned by the. kinetic curves and the initial con—:,
The etperlnent al results: obtnlncd showed
ction of R R R Cng{ is of the:

centration of (1).

that the sym,atrlz-tlon T8

seCOMd oxde’

- Card 2/31‘ 1 of Jhlch is Sov*et.—
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Hy Ry cooc, 19) took plhce

There sre 4 figures, 1 ta"‘lee and 3- references,

ztion of Esters of u-Hercury Bromide Pheny;—
scetic Acid Under the Influence of Ammoniz o

b 4 and.a Pbe ga of thé;structnré»*

tne reaction ‘kinetics of ethyl=re

as-invoqtlﬂthd with nmnonia

172
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Heaction Kinetics of the Symretrization of Orzano- SOV/?n 33-1- 25/45
Mercury Salts. I. Deteraination of the Order Fron the Organo-Yercury Salt =~ . .
of the Reaction of the Symmetrization of Esters of Q-MQTCUI‘J Bromlde Pncn‘/l—",,”'

" acetic Acid Under the Influence of Ammonia i

'AS OCIKTIOh. hos?ovskly gosudarstvennyy unlverqltct im. M. V. Louonosova
~ o (Moscow State University imeni M. V. Lomonosov)

- SUBMITTED:;. Julj 4y 1)57
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AUTHORS:

. TITLE:

. PERIODICAL:

ABSTRACT:

cérdlﬂ/a

(USsR)

~the title, w1*h ‘special regard %5 the reaction order with

- S0V/76-33- 9*1?/57 :
Re L’?, 0. Ao, Bel Lt kaya, I. P., Ma~daLpJehvil R. Ye.jF'

. Klnetics of "the Symmetrization Reaction of Organomerﬂury Salusn‘

I1. Determination of the Reaction Qrder of Symmetr;zatlon Wlth ,ff
Ammonia of the Esters of a- B*cmr MQTCJ”O Phenyl Acetic A01d :
With Respsct tc Ammbn;a ,

Zhurnal fizicheskoy khimiZ, 1959, Vol 33, fog; PP 190¢~1968

In follgs~up of a previocus -ébc:‘ tRef :) fuvthe* investi~’
gations were made hera concerning the reaction: mentloned in

respect o aumonia (I) as well as the influence exerted by (I) -
conceni rat on -and various ‘additions. -upon ‘the ‘rate’ and intensltyﬁ
of symmetrization. Experimen‘s were made in a test ‘tube (F1g 1)'
with 1.36.1077 mol of  organomercury salt (II) and (3.28,:2. 76 :
2,12, 1.60; 1.07).10°3 mol (I). The reaction was stopped at:

_various time intervels by the addition of an- excess of 0. 149 n-

HC1 (with respect ic the (T)—,mﬂ"n‘), and the acid excess Was R
titrated (Pabie 1}. The ordes of reaction w1th Tespect to (I)
was determined from the initiel reaction ra*e of. (;) as’a.

APPROVED FOR RELEASE: 06/20/2000 CIA-RDP86-00513R001444710019-0"
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S0V/76-33-9-12/37

Kinetics of the Symmetrizasicn Rzazilon of Qrgasessreury Salts. II, Determi-
nation of the Reaction Order of Symmetrization Witk Ammonia cf %he Ester
a-Bromo Mercuro Phenyl Acsiic Aerid With Resp :

spEct S Ammemia

function of itz initizl sgueTe entration (Pables 2,3)
Nephelcmetrie n suremznta wers ¥ewis2 madse, and the wva
for I = £{%) are tabuleted (Tatle 4). In both cases, a ¢i
dependence of the initial Tsacticn rate on the initial 5q
gonrcentration of (I} ‘agcerfgined.: In ins symmetrizati
(IT), (1) is, unier prevailirs 243 one snsumed acéor
AL )y L) isy rier 2 g ~Lelle, consum a00CY
to the second créer. From the @ T = £(%) She vorsicn of
rzacted (IT) was found to lape §o% - the variocus initial -
coucentrations of (¥) (Table 5); it was further ascertainad -
with the tijration method that ir the cane of (IT) amounting -
0 1.36,1072 mol and (I} iying below 4.30.1075 mel, the waas
intenaity is determined by the initiel concentraticn of (I}
(Teble 6). Additions of a symmetrical ccmpoquv(Ri32RBCm)éH
(formed in the course of reaciion) (Tabie 7) showed thed v
ircreasing the concaniration of thesz additions the rsa
rate is lowered. The symmetrization reacticn under inve
. gation is assumed to take place in iwe stages (1) and (
Card 2/3 where (1) is a bimciezular eiectrophiilic substitution in

Kinetics of the Symmetrization Reaction of Organomercury Salts. II. Determi-
nation of the Reaction Order of Symmetrization With Ammonia of the Esters .of
~a~Bromo Mercuro Phenyl Acetic Acid With Respect to Ammonia - w i

APPROVED FOR RELEASE: 06/20/2000 CIA-RDpsgtgqga..’,I}QQ__l,‘ygl] '00‘1_91-:,

saturated carbon atom. It had already been shown (Ref 2) that -
the symmetrization in question leaves the stereochemical" con-
figuration unaltered; thus,. a bimolecular reaction of the .= .
mentioned kind with preéserved stereochemical ‘configuration was
established for the first time., There are 6 figures, 7 tables, -

and 5 references, 2 of which are Soviet. :

SUBMITTED: ~  February 21, 1958
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* AUTHORS ¢ Nesmeyanov, 4. N., Academician, S0V/20-125-6-25/61
Reutoy,-0—4A., Corresponding lember ) o
-45~USSR. Tolstaya; T. P., Ptitsyna, 0. 4.,
Isayeva, L. 5., Turchinskiy, M. F.,
Bochkareva, G. P.

Organometallic Compounds Prcparesd From Double Salts of Halogo L
Metals and Halogenoniums (Metalloorganicheakiye soyedineniya
iz dvoynykh soley galoidnykh metallov i galogenoniyev) :

PERIODICAL:. —‘Doklady Akademii nauk SSSR, 1959, Vol 125, Nr 6, pPp 1265 1268

(USSR)

ABSTRACT:. The present paper’ adds two further types, (III)and (IV), to'77

. o the two rather similar reaction types (I) and (II) of the: :
aynthesis of’ organometallic ? ?pounds. Hg, T1, Sn, Pb,: As, Sb,l:;j
and Bi may appear as metal M.7/) in the method of diazonium "0

double salts (Ref 1); Cu, Zn, Fe, as Iell as H(p) (n)

metal M( p) for various combinations. In tho method . of 1odon1umf:*'
double salts (Ref-2) Hg, Sn, Sb, and Bi were. 1nvestlgated as-

(n) 'hlch gave a good y1e1d of corresponding organometall1c?

APPROVED FOR RELEASE: 06/20/2000 CIA-RDP86-00513R001444710019-0"
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’ Orgaﬁbmetallic Compounds Prepsred From Double Salts SOV/20-125-6—25/61

of Halogen Metals and Halogenoniums

Card 2/4

APPROVED FOR RELEASE: 06/20/2000

compounds. The same metal M(n) is usually used as M(p),'s¢;é-{
times, however, Zn or Gu. The corresponding. decomposition - :

reactions were carried out by the authors in an acetone solution.

_For this purpose the same metal powder was used as was chosen” -

by O. A. Reutov-and 0. A. Ptitsyna for diphenyl jodonium salts.
The course and the results of these new reactions were found to
be completely similar - to those of the last-mentioned salts.
This is a new confirmation of a similarity of all diaryl SRR
halogenoniums. Phenyl mercury jodide with yields of 22 and 35p
is produced by decomposition of the double salts of diphenyl
chloronium iodide and of diphenyl bromonium. iodide with HgJéa;;f 

by powdered copper in acetone at low temperature. Diphenylftih;
dichloride with yields of 57 and 55% is produced by decomposition .
of the double salts of diphenyl chloronium- and»diphenyl-brqmqnf“
jum with SnCl4 by powdered tin. ‘The .decomposition of the . ‘...

corresponding doubk salts of antimony powder leads to,a miitﬁré'-

- of phehyl-dichlqrostibine, diphenyl-chlorostibine, and 3349311 ;'

quantity of organo-antimony triaryl cpmpoundsf;'Triphenyl-{fgg»g-g
bismuth is produced by decomposition of the bismuth-trichxqpidg ‘

CIA-RDP86-00513R001444710019-0"
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Organometallic‘Compounds Prepared Proxm Double Salis SOV/20-125-6-25/6T‘
* of Halogen Metals and Halogenoniums : :

double salts by bismuth powder. According to the analysis itfﬁy
is assumed that the double salts of antimony-trichloride'anﬂnof -
bismuth-trichloride form mixtures of the compounds: LR
[(0655)2531+]Me01; and [(c6as)zﬂallnec;gf Table 1 giye§.~21»:':_‘:
. decomposed salts, the decomposition temperature and caleulated
as well as actually obtained results of the analysis, table 2
shows the decomposition reactions of the aforesaid double salts
with the halides of heavy metals. The double salts of ‘triphenyl-
oxonium either do not react at all with the metal powders:under
the given experimental conditions, or only with a changeapfjthe’
anion part of the double salt. The cation of triphenyl-oxonium
is not changed and does not form organometallic compounds’ . Thus
this method is restricted by the inapplicability of pxonium;'f;p
and (as is expected by analogy) of ammonium salts. The authors
-finally try to explain this behavior of triphenyl-oxonium'salts;
There are 2 tables and 11 references, 5 of which are Soviet.

 ASSOCIATIONs  Moskovskiy gosudafstvehnyy,universitét'im.'M; V.ALQmOnosova7"**
Card 3/4 (Moscqw State University imeni M. V. Lomonosov) Imstitut

APPROVED FOR RELEASE: 06/20/2000 CIA-RDP86-00513R001444710019-0"
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. Organometallic Compounds Prepered From Doublc Salts SOV/20-125-6425/61 i
of Halogen Metals and Halogenoniums :

elementoorganichesklkh soyed1nen1y Akademii nauk SSSK fInstitute:
of Elemental- Organlc Compounds of the Academy of Sciences: USSR)

SUBMITTED:  January 7, 1959

Card 4/4 -
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 ABSTRACT:

"~ talysts for vulcanization of. caoutchouc, bactericides, -

"APPROVED FOR RELEASE: 06/20/2000 CIA-RDP86-00513R001444710019-0
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;AUTHOR: V'Reutpv.;Q&Amurcorresponding Member
' iZ'V‘I.‘ITLE: The World's Largest School of Metal—dpgahic Chemists
 PERIODICAL: Priroda, 1960, Nr 4, pp 43 - 48 (USSR). | Lh
on 9 Sep 1959, the 60th birthday of A.N. Nesmeyamov, ~ "

. President of the Akademiya nauk SSSR'(AcademY"Of‘Scien_l1 '”15
' ces of the USSR) and his decoration with the Order of -

Tenin were celebrated. In the present article, the au- -
thor gives historical data on the de elopment of the

- synthesis of metal-organic comgounds‘and elucidates
 A.N. Nesmeyanov's main WOTKS on Organic chemistry.

Nowadays, 15,000 metal-organic com ounds\are -known, of .. -
which tetraethyl Tead lTEEi Tanks first. Lithium— and -

aluminum-organic compounds are used as catalysts im:- =
the production of plastics, and tin-organic compounds. :

as anticorrosive admixtures, plastics stabilizers, ca=.-

and fungicides. A.N. Nesmeyanov, and a collective

APPROVED FOR RELEASE: 06/20/2000 CIA-RDP86-00513R001444710019-0"
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 ’S/026/6O/OOO/OA/019/076 '>:i-;tgf
DO48/D006 . o

The World's Largest School of Metal-Organic Chemists

of the Vsesoyuznyy nauchno-issledovatel'skiy khi-
miko-farmatsevticheskiy institut imeni 8. Ord-_ .
zhonikidze (All-Union Scientific Chemical and . Pharma--.
ceutical Research Institute imeni S. Ordzhonikidze)-

"has developed a preparation called "diotsid" which

possesses an extremely high bactericidal capability.

This preparation can be effectively used by surgeons

for quick disinfection of their hands prior to opera=

ting. Russian chemists A.M. Butleroyv, ‘A.M, Zaytsev, . -
5.N. Reformatskiy, N.D. Zelinskiy, Zh.I. Totsich, o
and V.V. Chelitsev made. valuable contributions to the .
development of metal-organic chemistry.: ‘A.N. Nes-

e meyanov developed a perfect method of: synthesizing

‘method is explained by an example of synthesizing

metal-organic compounds o7 heavy. metals, known as
"Nesmeyanov's diazomethod". The essence of this-

mercury-organic compounds.  The reaction occurs ac-
cording to the following formula: : ’

APPROVED FOR RELEASE: 06/20/2000 CIA-RDP86-00513R001444710019-0"
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- The World's Largest School'of~MetalfOrganic Chemists

, R:NZCI'»H:ng]»_EQCu-'—?RA - 5g' = C1 + N, + CuCly. 3

" With the aid of this reaction, Nesmeyanov and his

- pupils obtained various organic compounds of ‘mercury, - .. i
thallium, germanium, tin, lead, arsenic, atnimony and- - o
bismuth. ‘Hundreds of substances, formerly inacces- SRR

~ 'sible, are now to be obtained by this method. = Another - .,
synthesis developed in Nesmeyanov's school is the me- -~
thod of mutating one kind of metal-organic compounds -

into another. . The,most importamt of them is the change - -
of_mercurz—organicqinto metal-organic compounds of -
other metals. n nearly all cases the reverse muta-
tion of the metal compounds into mercury-organic -
compounds has been found. Besides this, Nesmeyanov
worked out fundamental theoretical problems of or-
ganic chemistry on the basis of metal-organic com-
- o pounds. The author describes three trends of Nes- S
, Card 3/9. meyanov's theoratical works: l)'tautomerism:andfthe A e

APPROVED FOR RELEASE: 06/20/2000 CIA-RDP86-00513R001444710019-0"
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reactivity of organic compounds; 2) the mechanism of
the reactions of carbonjatom“substitution;‘B)nthe,mee
chanism of formation and disruption of metal combina-
tions - carbon and several other chemical combinations.
A.N. Nesmeyanov has proved that double reactivity is
‘not alway conditioned by tautomerism but may also .
depend on other causes. He found and studied several
cases of double reactivity when tautomerism was ab- e
sent. With the aid of theoretical calculations, M.I. ;r( S
Kabachnik has shown that, in general, a pseudorism R S
of molecules does not exist. The results of this

work have shown that double reactivity.may‘be caused

by special properties. in the reacting molecule. In

work on the mechanism of the reaction of substitution,‘f
in a carbon atom, the problems of the stereochemistiry
of these reactions rank first. Nesmeyanov's school -

‘was very successful in explaining_thefnature'of:sub- o

;'Card'4/9 - stitution in a carbon atom. ThévStuqy'Qf‘theﬁsterepéjfffi;”

APPROVED FOR RELEASE: 06/20/2000 CIA-RDP86-00513R001444710019-0"
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 chemistry of substitution in an ethylene carbon atom

showed that both the electrophylic: and the homolytic -
substitions proceeded while the geometrical configu-
ration was maintained (A.N. Nesmeyanov and A.Ye. -
Borisov). The value of the work on the mechanism of = -
reaction consists in making use of the data obtained
~for -guiding organic reactions in a desired direction.
AN, Nesmeyanov carried out radical and ion break-
‘down _of diazo-compounds and diaryliodonium salts.
~Bach Qf]theseftypes,of breakdown has its special fea- -
+tures and advantages for;the»synthesis'of metal- . .
~ organic or organic compounds. - The author gives an -
example of ion breakdown of aryldiazo salts in a
medium of'chlorobenzene,or;bromobenzene, which , L
" opened the way to the synthesis of organic derivative: oo -
~ polyvalent chlorine and bromine. The work on the e
chemistry of'feffdéené\(dicyclopentadienyl;ipon)_has LR
g special place;ln*Nesmeyanovfs investigations. et

~ Card 5/9 Therironfprganicvcompohndg'diS¢¢verEd‘8,years;ago,’ﬁf e
e e e e e
W T AT e l;

APPROVED FOR RELEASE: 06/20/2000 CIA-RDP86-00513R001444710019-0"



"APPROVED FOR RELEASE: 06/20/2000 CIA-RDP86-00513R001444710019-0

BT RS gy eI
S e O e O S R e e s B s

A

o 80BLL -

‘ . 8/026/60/000/04/019/070
oo o : ' » - DO48/D006 C
The World's Larges?t School of_Metalforganic Chemists

_is extremely resistant and resembles benzene in many
‘chemical properties. Nesmeyanov's school obtained
dozens of ferrocene compounds which may serve -as an-
tidetOnators;;semieconductors,vinitial-substanCes»’,‘
for synthesizing polymers, etc. One of the most in-
teresting subjects of Nesmeyanv's investigations-in
the field of element-organic compounds- is the syn~
thesis of "onium" salts (diphenylchloronium and di-
phenyl-bromonium salts), a direct development of the
diazomethod. At the same time, these investigations
were connected with his work in the field of organic
compounds containing elements in an unusual valent -
state. Nesmeyanov's investigations into telomeriza-. -
tion resultedj&n‘the development of the new synthetic
fibers "enant'"®and "pelargon" which are in many ways
superior to capron and nylon. Nowadays, A:N. Nes-
meyanov: heads the world's largest school of metal-

Card 6/9  organic chemists at the InStitut'elementoq:gapfghe;kikhf}}f";
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~ The World's Largest School of Metal-Organic Chemists

soyedineniy AN SSSR (Institute for Element-Organic

Compounds of the AS USSR) and the Moskovskly gosu- R
Jarstvennyy universitet imeni M.V. Lomonosova (Moscow .
State University imeni M.V. Lomonosov). Many o -
Nesmeyanov's famous pupils, including M.T, Kabachnik,
‘Corresponding Member of the AS USSR, R.Kh. Freydlina, CoE T
Corresponding Member of the AMN, N.K. Kochetkov, S

Doctor of Medical Sciences, A.Ye. Borisov and others jp*f )

are now heads of important scientific institutions.

The following important Soviet:centers for investi-
‘gating metal-organic chemistry are mentioned in this
article: the Gor'kovskiy gosudarstvennyy universitet
(Gor'kiy State University); the Fiziko-khimicheskiy-

: institut imeni L.Ya. Karpova (Physical and Chemical e

‘ ~ Ipstitute imeni L.Ya. Karpov) in Moscow. G.4. Hazu- .- . .-
- vayev, head'ofﬁthe:Gor.kiy~Universityfleads,investi;fuu*“”"'”
gations into metal-organic compounds of heavy metals. .
The main subject of these investigations is the '

breakdown of metal-organic compounds which results. -
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 The World's Largest School of Hetal-Organic Chemists
in the formation of free radicals in solutions. Ra-
zuvayev developed several original methods of syn-
thesizing metal-organic compounds, such as the me-
thod "of synthesizing mercury-organic¢ compounds from : :
organic perioxide and from mercury salts of organic /gki
acids. The work of the Physical and Chemical Insti- ‘4/~j7’
tute is above all concentrated on compounds of 3rd e
and 4th group metals of the periodic system and: on
lithium-organic compounds. The Institute is headed
by K.:A. Kocheshkov, Nesmeyanov's former co-worker,

S , The latest results in the chemistry of metallocene

‘Gard 8/9: and carbonyls indicate that metal-organic compounds
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are 1mportant as intermediate substances in- 1ndustr1&l
catalytic processes. There is 1 photograph and 3
references of which 2 are Sov1et and 1 Enghsh°

~ "3SOCIATION: AN SSR (AS USSR)
ey
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KAZITSYNA, L.A.; REUTOV OA., BUCHKOVSKIY, Z.F.

Izv.Al SSSR O‘bd.khlm.nauk

Structure o£ double diagonium salts. (I{IRA 1ss 5)

n0.801523 k B60.

1, lbskovsld.y gosudarstvennyy universitet im. M.V.
(Diazonium compounds )

Lomonoaovao
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,AUTBORS: - 1,¢Reubov1u0wwﬁﬁﬁand Beletskaja, I. Py 2) Reutov, 0. A. and.
: Lovtsova, A N, 3. Vinogradova, L. P. and Zav'yalov, S.I.

TITLE: ' 1. ElectrOphilic and Radical Substitution of Iodine for the. "~
Mercury Atom in Organo-mercury Salts. 2. Introduction of | -
Dichloro Carbene :Into the Metal - Haloid Binding. 3. Inter-
,actlon of 2-Formyl Cycloa1k4nones With derogen Peroxlae

PERIODICAL: 7 szestlya Akadem‘l nauk SSSR. Otdeleniye khzmlchesklkh
' nauk, 1960, No. 9; pp. 1716- !7 17 B,

-TEXTs 1. In the course of their studies of the méchanism of the electro-
~‘philic substitution on the saturated carbon atom, the. authors investigated:
‘the reaction of the organo-mercury Salts.'¢ thyl ester of o -bromo mercury - -
‘phenyl acetic acid (I) and the benzyl mercury bromide (II) with iodine.
‘The electrophilic substitution of the mercury astom was ‘carried out under
the action of 1od1ne in cadmium 1odide soluflonL Tro reacticn took place
; CdI2 ' T ’ :
,in agueous dioxan: R -»HgB?_% 12 '—————_%>R - I +: HgBr I

Card 1/4
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1. Electrophilic and Radical Substitution of
Todine for the Mercury Atom in Organo-mercury
Salts. 2. Introduction of Dichlcro Carbene

Into the Metal - Haloid Binding. 3.Intsraction .
of 2-Formyl Cycloalkanones With Hydrogen Peroxide

In case (I) the reaction proceeds rapidly, in case (II) much slcwer. The e
reaction kinetics of (II) with iodine wasfspectrOphotometrically recorded
and examined by the titration method. The reaction proceeds rapidly in .
- the presence of CdIQ, i.e., photochemically by the radical mechanism. The

reaction of (I) with iodine in the absence of cdr, (radical reaction)~is ey

of first order with respect to iodine and of zeroth order with respect to v
- the organo-mercury salt. The kinetics‘was,spectrcphotometrically'recbrded,‘ S
Finally, a very important effect of the structural factor upon the rate L
of the electrophili¢ and radical substitution of the icdine atom for the _
mercury atom on saturated carbon was determined. 2. The authors found that

" the dichloro carbene forming in the benzene medium under the.action of ’
~tertiary potassium butylate upon chloroform, is capable of linking itself
~into the mercury - chlorine binding under the formation of trichloro :
- methyl mercury compounds. Sublimate reacts with dichlors carbene under the =
formation of trichloro methyl mercury chloride (melting point 180°). :

cara-2/4
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' {odine for the Mercury Atom 1n Organo-mercury B023
Salts. 2. Introduction of Dichloro Carbene

Into the Metal - Haloid Binding. 3. Interaction

of 2-Formyl Cycloalkanones With Hydrogen Peroxide

1. Electrophilic and Radical Substitution of s/oéj/so/ooo/oo9/ozo/021.
BO64 . e

- Found: Hg 56.83%. Calculated: Hg 56.60%. Phenyl mercury chloride forms - . -
trichloro methyl phenyl mercury (melting point 113,5-114%), Trans-f-chloro - =
vinyl mercury chloride forms trichloro methyl-transQB‘chloro vinyl mercury: -
~ (melting point 80-81°). Found 53.06%.. Calculated: 52.729%. The latter com- - i
“pound id converted under the aetion of chlorine or bromine inte trichloro .
methyl mercury chloride or trichloro methyl mercury bromide, respectively. =/
At present, the authors are investigating the possibility of syntheshingif“!;_:
trichloro methyl organometallic compounds of other metals with dichloro L
carbene. %. The authors found that under the action of hydrogen peroxide
at low temperatures 2-formyl cyclopentanone and 2-formyl cyclohexanone
undergo an oxidative splitting and yield adipic and pimelic ecid,
respectively. This rare reaction of 2-formyl cycloalkanones may be used .
~ -for_the production of a variety of dicarboxylic acids, beginning with the L
* cyclic ketones. There are 2 Soviet references. o
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1. Electrophilic and Radical Substitution of 5/062/60/000/009/020/02% - -
- Todine for the Mercury Atom in Organo-mersury .. B023/B0OEA : o
Salts. 2. Introduction of Dichloro Carbene .

Into the Metal - Haloid Binding. 3. Interaction

of 2-Formyl Cycloalkanones With Hydrogen Peroxide

ASSOCIATION:  Moskovskiy gosudarstvennyy universitet im. M.V. Lomonosova . -

. - - (Moscow State University imeni M. V. Lomonosov)ib(Reutov,Oami?;
Beletskaya, I. P., Lovtscve, A. N.), Institut organicheskoy =
khimii im. N. D. Zelinskogo Akademii nauk SSSR (Institute -
of Organic Chemistry imeni N. D. Zelinskiy of the Academy . . - -
of Sciences USSR) (Vinogradova, L. P. and Zav'yalov, S.I.). .

SUBMITTED: 1. May 23, 19605 2. June 9, 1960; 3. June 13, 1960

Card 4/4
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":AUTHOBSI e Tananayev, I Vo, Luzhmya. B., P.

f "TITLEs . The XVII (hggresa on Pure and: Applied Chemietry

PERIODICALx Zhurnal neorganicheukoy khinii, 1960, Vol 5, Bo. 5, PP 1178 < 1185 o

TEXT: The XVII Congress of ‘the IUPAC (Internationnl Union of. Pure and Applied
Chenistry) took place in Munich from July -30.to September .6, 1959. It was . pre-
ceded by the XX Conference of the IUPAC (Auguet 26-29, 1959) ‘waich: was: attended
by a Soviet delegation consisting of B. A.,Kazanakiy (re-elected as repreeentdﬁse
of the USSR at the Buresu of the IUPAC), M. M. Shemyakin. (elected as a member of
the Section of Organic Cheniatry), As Peo V1nogradov (elected a8 Deputy Chairman
of the Section of Geocheniatryg' I. V. 'Tananayev (elected as a member of the :

- Section of Inorganic Chemistry), Ya. I. Gerasi-ov. O. A Reutov. and i
G. 1. Rakhmaninov. Further; I. P. Alimar1n was appointed Second Secretary of the

Section of ‘Analytical Chemistry. About 2200 delegates attended the Congress. In

a plenary session Q. A. Reutov ‘delivered a- lecture: "The uechanieu of the’ Porn-,g'
ation of Metal-Carbon Bond and Some. Considerations on- the Reactivity of: Organo- R
metalhc COmpounds of Heavy letals 5¢mwm—“e BRI
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REUTOV, O.h., PTITSYNA, O.A., ORLOV, S.1.

Synthesia of solid aryl diazonium salts from double aryl diazonium
salts of ferric chloride, Vest. Mosk. un. Ser. 2: khim. 15 no.2:
47-49 Mr-Ap 60, - ' (MIBA 13:6)

1. Kafedra organicheakoy khimii:loskovékbgo universiteta.
(Diazoniun compounds) (Iron chloride)

I
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